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REVISED CLASS FIELDS (/NCL) LAST RELOADED: Apr 2009 



USPTO MANUAL OF CLASSIFICATIONS THESAURUS ISSUE DATE: F9D 2009 








ADV 


Adverse Effect, Including Toxicity 


CAplus now includes complete International Patent Classification (IPC) 


AGR 


Agricultural Use 


reclassification data for the third quarter of 2008. 


BAC 


Biological Activity or Effector, Except Adverse (2) 




BCP 


Biochemical Process (3) 


CAS Inforination Use Policies spply snd are available at! 


BMF 


Bioindustrial Manufacture 




BOC 


Biological Occurrence (2) 


http : // www. cas . org/legal / inf opolicy .html 


BPN 


Biosynthetic Preparation 




BPR 


Biological Process (2) 


This tile contains CAS Registry Numbers for easy and accurate 


BSU 


Biological Study, Unclassified 


substance identification. 


BUU 


Biological Use, Unclassified 




COS 


Cosmetic Use (3) 






Diagnostic Use (3) 


L4 ^ 21 L3 


DMA 






FFD 


F ^ , ' 


=> help roles 


MFM 


. 




NP„ 


Ndtuijl Piocuct 'jccurrence [3] 


CAS roles are CAS indexing terms consisting of codes that describe 


PAC 


Pharmacological Activity (3) 


the new or novel information reported about a substance or a class of 


PKT 


Pharmacokinetics (3) 


compounds. Specific roles have 3-letter codes. Super roles have 


THU 


Therapeutic Use 


4-letter codes. Super roles are automatically generated from the 






specific roles, and are upposted for searching. 




Combinatorial Study (3) 


To search a role for a specific substance, append the CAS Registry 


CPN 


Combinatorial Preparation (3) 


Number or a Registry File L-nuitiber answer set with a slash and the 




Combinatorial Reactant (3) 


code for the role, e.g., 67-68-5/THU. To search more than one role. 


CRG 


Combinatorial Reagent (3) 


separate a list of roles by commas and no spaces, e.g.. 


CST 


Combinatorial Study (3) 


67-68-5/THU,ADV. Only one role may be appended to an L-number answer 


CUS 


Combinatorial Use (3) 


set. Use the OR operator to apply multiple roles to an L-number, 






e.g., S Ll/THU OR Ll/ADV. 


FORM 


Formation, Nonpreparative 


To search roles assigned to index headings for classes of compounds. 


FMU 


Formation, Unclassified 


follow the heading with a slash and the role or roles separated by 


GEM 


Geological or Astronomical Formation 


comnias, e.g., rn£iiNULa/rUL,K£;M. 


MFM 


Metabolic Formation (2) 


Roles are displayed in the RL (Role) field within the IT (Index Term) 


NANO 


Nanomaterial (4) 


field. Roles are included in any display format that contains the IT 






or RL field. Enter SET ROLES OFF at an arrow prompt (=>) to suppress 






display of codes and text for roles. Enter SET ROLES CODES to 


OCCU 


Occurrence 


display only codes. Enter SET ROLES TEXT to return to default 






display (codes and names) . ^nter HELiF SiijI KOLtjo at an arrow prompt 




Biological Occurrence (2) 


for more information. 




Geological or Astronomical Occurrence 




NPO 


Natural Product Occurrence (3) 


Enter HELP THESAURUS and HELP RCODE at an arrow prompt in this file 




Occurrence, Unclassified 


for information on using the role thesaurus to find role definitions 


Dm 


Pollutant 


and narrower and broader terms. 








PREP 


Preparation (b) 


In the following list, under each super role are listed the specific 






roles that generate the super role. 










Bioindustrial Manufacture 


LISL or LAo KOieS [Lj 


BPN 


Biosynthetic Preparation 




BYP 


Byproduct 




CPN 


Combinatorial Preparation (3) 


ANST Analytical Study 


IMF 


Industrial Manufacture 




PUR 


Purification or Recovery 


ANT Analyte 


PNU 


Preparation, Unclassified (6) 


AMX Analytical Matrix 


SPN 


Synthetic Preparation 


ARG Analytical Reagent Use 






ARU Analytical Role, Unclassified 


PROC 


Process 


BIOL Biological Study 


BCP 


Biochemical Process (3) 



BPR Biological Process (2) 


4797148 PREP/RL 


GPR Geological or Astronomical Process 


2218397 SPN/RL 


PEP Physical, Engineering, or Chemical Process 


L5 


0 L4 AND (PREP/RL OR SPN/RL) 


CPS Chemical Process (7) 






EPR Engineering Process (7) 


=> d 1-10 ibib hitstr 


PYP Physical Process (7) 
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ACCESSION NUMBER: 2009: 11627 CAPLUS «LOGINID: ;2009062I» 


rKrn rropnetic ouostance [o] 


DOCUMENT NUMBER: 150:237267 




TITLE: 


Isoxazole-assisted direct substitution of the hydroxy 






gicup 11 U I^t 1 Iltl u tl I t al jular 


RACT Reactant or Reagent (2,7) 




;l-ir 






I viM 1 li 1 , H I , 1 1 uzuki, Keisuke 


RCT P - - t "1 


1 PPlPAIE S 


IP E ^ 1 tiv t 1-111 1 , T I t t t .1 






T 1 1 J P ( 1 1 , nil, 


RGT 




'■1 , ji ,11, 


CRG Combinatorial Reagent (3) 


SOURCE: 


Aii.je*ai 1 1 mi , lit iiiti 111 tJiti.n (2008j, 






47(51), 9887-9890 


uaiia uses 




CODEN: ACIEF5; ISSN: 1433-7851 




PUBLISHER: 


Wiley-VCH Verlag GmbH S Co. KGaA 


AGR Agricultural Use 


DOCUMENT TYPE: Journal 


ARG Analytical Reacer.t Jse 


LANGUAGE: 


English 


BUU Biological Use, Unclassified 


IT 1116151 


-2b-8P 1116151-29-lP 1116151-30-4P 


LAI Laiaiysi use 


1116151-31-5P 1116151-32-6P 


LUo Losineiic use [jj 


RL: PRP (Properties); SPN (Synthetic preparation); PREP 


CUS Combinatorial Use (3) 


(Preparation) 


DGN Diagnostic Use (3) 


(crystal structure; introduction of angular substituents in a 


FED Food or Feed Use 


polycyclic system via isoxazole-assisted direct substitution of the 


MOA Modifier or Additive Use 


hydroxy group in a-ketols) 


NUU Other Use, Unclassified (10) 


RN 1116151 


-26-8 CAPLUS 


POF Polymer in Formulation 


CN 6H-Anthra[9, l-cc]isoxazol-6-one, 3,4,5,5a-tetrahydro-10-methoxy-4-methyl- 


TEM Technical or Engineered Material Use 


5a-(2-propen-l-yl)-, (4R,5aS)-rel- (CA INDEX NAME) 


THU Therapeutic Use 








Relative stereochemistry. 


Specific roles that are not upposted to any super roles: 






MSC Miscellaneous 


OMe N— 


— 0 


PRP Properties 


XA 




ill Super roles have 4-letter codes. Specific roles have 3-letter 






codes. Under each super role are listed the corresponding 




K A 


specific roles that are retrieved when you search that 




^ "Me 


super role. 






(2) Used from CA Vol. 66 (1967) to Vol. 135 (2001) 


0 


\^CH2 


(3) Used starting with CA Vol. 136 (2002) 






(4) Used starting with records in 1992. 






(5) The PREP super role has been added to records back to 1907. 






(6) Used from CA vol. 66 (1967) to vol. 145 (2006). 


RN 1116151-29-1 CAPLUS 


(7) Used from CA vol. 136 (2002) to CA vol. 145 (2006). 


CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-10-methoxy-4-inethyl- 


(8) Used starting with records from 2003. 


5a-(phenylmethoxy)-, (4R,5aR)-rel- (CA INDEX NAME) 


(9) Par hmj th FT Pa tanti lole retiieves references from CA 






\<1 ' 9 T t tl 1 u Searching the RACT (Reactant or 


Relative stereochemistry. 


P aj nti ui 1 1 1 ^11 1 feren e with the r'RT, CRG, RGT, 






1 PiT 1 t 1 I til 1 t !\ \ 1 1 "1 " 






(10) taitinj ,1th 11 1 ill text for the 






NUU iclp h n 1 11 1 IE I A , "l IFIED/RL to 






OTHER USE, UNCLASSIFIED/RL. Search the co.le NUU/RL to retrieve 






records from CAVol. 66 (1967) to the present. 






=> s 14 and (prep/rl OR spn/rl) 








Pll 111 1^1- -4 rj^hUS 

II H ill xazol-6-one, 5a-[[4-(l,l-dimethylethyl)phenyl]thio]- 

,4,^,-1 till 1 l"-methoxy-4-methyl-, (4R,5aS)-rel- (CA INDEX NAME) 

Relative stereochemistry. 
OMe N 0 




RN 1116151-31-5 CAPLUS 

CN 6H-Anthra [9, 1-cd] isoxazol-6-one, 5a- (3-acetyl-2-hydroxy-4-methoxyphenyl) - 
3,4,5,5a-tetrahydro-10-methoxy-4-methyl-, (4R,5aR)-rel- (CA INDEX NAME) 

Relative stereochemistry. 




RN 111' 1 ^ 
CN - _ . 



\i. 1 ' 1^, , , , 1 t-^tiil 1 ^1 1 hydroxy-5,8- 
dimethoxy-2-naphthalenyl)-lU-methoxy-4-methyl-, (4R,5aR)-rel- (CA INDEX 
NAME) 



Relative stereochemistry. 

OMe N- 




IT 577975-48-5 943151-35-7 

RL: RCT (Reactant) ; RACT (Reactant or reagent) 

(introduction of angular substituents in a polycyclic system via 
isoxazole-assisted direct substitution of the hydroxy group in 
a-ketols) 

RN 577975-48-5 CAPLUS 

CN 6H-Anthra [ 9 , 1-cd] isoxazol-6-one, 3,4,5, 5a-tetrahydro-5a-hydroxy-10-methoxy- 
4-methyl-, (4R,5aR)-rel- (9CI) (CA INDEX NAME) 

Relative stereochemistry. 




RN 943151-35-7 CAPLUS 

CN 6H-Anthra [ 9 , 1-cd] isoxazol-6-one, 3,4,5, 5a-tetrahydro-5a-hydroxy-10- 
(phenylmethoxy) -, (5aR)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (+) . 



Ph 0 N- 




IT 943151-62-OP 

RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP 
(Preparation) ; RACT (Reactant or reagent) 

(introduction of angular substituents in a polycyclic system via 
isoxazole-assisted direct substitution of the hydroxy group in 
a-ketols) 
RN 943151-62-0 CAPLUS 

CN 6H-Anthra [ 9 , 1-cd] i soxazol-6-one, 3,4,5, 5a-tetrahydro-10- ( phenylmethoxy ) -5a- 
(2-propen-l-yl)- (CA INDEX NAME) 




IT 1116151-09-7P 1116151-10-OP 1116151-12-2P 
1116151-13-3P 1116151-14-4P 1116151-15-5P 
1116151-18-8P 1116151-19-9P 1116151-20-2P 
1116151-21-3P 1116151-23-5P 1116151-24-6P 
1116151-25-7P 1116151-28-OP 
RL: SPN (Synthetic preparation); PREP (Preparation) 

(introduction of angular substituents in a polycyclic system via 
isoxazole-assisted direct substitution of the hydroxy group in 
a-ketols) 
RN 1116151-09-7 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a,10- 
bis (phenylmethoxy) - (CA INDEX NAME) 




RN 1116151-10-0 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 5a-[,4-(l,l-Qimethylethyl)phenyl]thio]- 
3,4,5,5a-tetrahydro-10-(phenylmethoxy)- (CA INDEX NAME) 




t-Bu 



RN 1116151-12-2 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3, 4,5, 5a-tetrahydro-10- (phenylmethoxy) -5a- 
[2,4,6-tris(phenylmethoxy)phenyl]- (CA INDEX NAME) 




Ph-CH2-0 



RN 1116151-13-3 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-(l-methyl-lH-indol- 
3-yl) -10- (phenylmethoxy)- (CA INDEX NAME) 




Me 



RN 1116151-14-4 CAPLUS 

CN 6H-Anthra [9, 1-cd] isoxazol-6-one, 5a- [2- (acetyloxy) phenyl] -3, 4,5, 5a- 
tetrahydro-10- (phenylmethoxy)- (CA INDEX NAME) 




lllbi5:-:5-5 CAf^LUS 

6H-Anthra[9,l-cd]isoxazol-6-one, 5a-[4-(acetyloxy)phenyl]-3,4,5,5a- 
tetrahydro-lO-(phenylmethoxy)- (CA INDEX NAME) 




1116151-18-8 CAPLUS 

6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-(2-hydroxy-4,6- 
dimethylphenyl)-lO-(phenylmethoxy)- (CA INDEX NAME) 




111615149-9 CAPLUS 

6H-Aiithra [ 9 , 1-cd] isoxazol-6-one, 3,4,5, 5a-tetrahydro-5a- ( 2-hydroxy-3, 4- 
dimethoxyphenyl)-lO-(phenylinethoxy)- (CA INDEX NAME) 



Ph-CH2-() 




RN 1116151-20-2 CAPLUS 

CN Benzoic acid, 3-[4,5-dihydro-6-oxo-10-(phenylmethoxy)-3H-an;lira^9,l- 

cd]isoxazol-5a(6H)-yl]-2-hydroxy-6-methoxy-, methyl ester (CA INDEX NAME) 



Ph-CH2-() N_o 




RN 1116151-21-3 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 5a-(3-acetyl-2-hydroxy-4-methoxyphenyl)- 
3,4,5,5a-tetrahydro-10-(phenylmethoxy)- (CA INDEX NAME) 



Ph-CH2-p N_o 




RN 1116151-23-5 CAPLUS 



6H-Anthra [ 9 , 1-cd] i soxazol-6-one, 3,4,5, 5a-tetrahydro-5a- ( 3-methyl-2-buten- 
l-yl)-lO-(phenylmethoxy)- (CA INDEX NfflE) 




lllbi5:-24-b CffiLUS 

6H-Anthra[9,l-cd]isoxazol-6-one, 5a- [4- [[(1,1- 

dimethylethyl) diphenylsilyl] oxy] -2-hydroxy-3-iodophenyl] -3, 4,5, 5a- 

tetrahydro-lO-(phenylmethoxy)- (CA INDEX NAME) 




1116151-25-7 CAPLUS 

6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-(l-hydroxy-5,8 
dimethoxy-2-naphthalenyl)-10-(phenylmethoxy)- (CA INDEX NAME) 



RN 111 

CN 6H-AiiLliiit3,l-:c]i3oxizol-D-one, 3,4,5,5a-tetrahydro-10-inetrioxy-4-inethyl- 
5a-(2-propen-l-yl)-, (4R,5aR)-rel- (CA INDEX NAME) 

Relative stereochemistry. 
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AUTHOR (S): 
CORPORATE SOURCE: 



PUBLISHER: 

jo:u:f::]T type; 



2008:1200735 CAPLUS «LOGINID: :20090621» 
149:576027 

Formation of a-hydroxy-p-diketones through 
hydroxylation of isoxazolium salts: stereoselective 



approach to angular c 
Takikawa, Hiroshi; Tatic 
Suzuki, Keisuke 
Department nf Ifiiii ti , T . i 
Technology , ? ~ " 1 1 , 1 
Meguro-ku, T k t^I, ^ n 

!\nj^*i>id-^ Mil-, Iit-iiiti. ml E 
-" 

"El: MZ¥ ; I 1:1- -T'51 
Hil^_-vi ^ .^Aij GmbH i. Co. KGaA 



English 

CASREACT 149:576027 



cyclic systems 
; dikita, Katsuyoshi; 



IT 577975-48-5 577975-49-6 943151-35-7 



1084894-65-4 1084894-67-6 

RL: RCT (Reactant) ; RACT (Reactant or reagent) 

(preparation of a-hydroxy-p-diketones through N-methylation of 
isoxazoles with trimethyloxonium tetrafluoroborate and hydroxylation of 

isoxazolium salts) 
RN 577975-48-5 CAPLUS 

CN 6H-Anthra [ 9 , 1-cd] isoxazol-6-one, 3,4,5, 5a-tetrahydro-5a-hydroxy-10-methoxy- 
4-methyl-, (4R,5aR)-rel- (9CI) (CA INDEX NAME) 

Relative stereochemistry. 




RN 577975-49-6 CAPLUS 

CN 3H-Anthra[9,l-cd]isoxazole-5-carboxylic acid, 

4,5,5a,6-tetrahydro-5a-hydroxy-10-inethoxy-4-methyl-6-oxo-, 
(4R,5S,5aS)-rel- (9CI) (CA INDEX NAME) 

Relative stereochemistry. 



1 A i 




RN 943151-35-7 CAPLUS 

CN 6H-Aiithra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 

(phenylmethoxy)-, i;5aR)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (+) . 




RN 1084894-65-4 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-8,10- 
dimethoxy- (CA INDEX NAME) 




RN 1084894-67-6 CAPLUS 

CN 6H-Aiithra [ 9 , 1-cd] isoxazol-6-one, 3,4,5, 5a-tetrahydro-5a- ( 4-methylphenyl) - 
lO-(phenylmethoxy)- (CA INDEX NAME) 



Ph-CH2-0 H — 




IT 1084894-59-6P 1084894-69-8P 1084894-71-2P 
1084894-73-4P 1084894-78-9P 

RL; RCT (Reactant); SPN (Synthetic preparation); PREP 

(Preparation) ; RACT (Reactant or reagent) 

(preparation of a-hydroxy-p-diketones through N-methylation of 
isoxazoles with trimethyloxonium tetrafluoroborate and hydroxylation of 

isoxazolium salts) 
RN 1084894-59-6 CAPLUS 

CN 3H-Anthra [9, 1-cd] isoxazolium, 4,5,5a,6-tetrahydro-5a-hydroxy-l-methyl-6- 
oxo-lO-(phenylmethoxy)-, (5aR)-, tetrafluoroborate (1-) (1:1) (CA INDEX 

NAME) 

CM 1 

CRN 1084894-58-5 
CMF C22 H20 N 04 

Absolute stereochemistry. 



Me 






/\ \ + 
Ph 0 N 0 


F" 

Is. 

-F-B F- 

1 




OH 

0 


F- 

RN 1084894-71-2 CAPLUS 

CN 3H-Anthra [9, 1-cd] isoxazolium, 5-(ethoxycarbonyl)-4,5,5a,6-tetrahydro-5a- 
hydroxy-10-methoxy-l,4-dimethyl-6-oxo-, (4R,5S,5aS)-rel-, 
tetrafluoroborate(l-) (1:1) (CA INDEX NAME) 


CM 2 


CM 1 




CRN 14874-70-5 
CMF B F4 
CCI CCS 


CRN 1084894-70-1 
CMF C20 H22 N 06 

Relative stereochemistry. 


F- 


Me 




3+ 

-F-B — F- 
F" 


\ + 

OMe N— 


— 0 


RN 1084894-69-8 CAPLUS 

CN 3H-Anthra [9, 1-cd] isoxazolium, 4,5,5a, 6-tetrahydro-5a-hydroxy-l, 4-dimethyl- 
6-oxo-lO-methoxy-, (4R,5aR)-rel-, tetrafluoroborate(l-) (1:1) (CA INDEX 
NAME) 


Uy 


\R/■^ 
Y Me 

0-^ OEt 


CM 1 






CRN 1084894-68-7 
CMF C17 H18 N 04 

Relative stereochemistry. 

Me 


CM 2 

CRN 14874-70-5 
CMF B F4 
CCI CCS 


OMe N 0 


F- 




I Jl I 


|3. 
-F-B — F- 

1 




0 


F- 

RN 1084894-73-4 CAPLUS 

CN 3H-Anthra [9, 1-CG] isoxazolium, 4, 5, 5a, b-tetrahydro-5a-hydroxy-8, 10- 
dimethoxy-l-methyl-6-oxo-, tetrafluoroborate(l-) (1:1) (CA INDEX NAME) 


CM 2 


CM 1 




CRN 14874-70-5 
CMF B F4 
CCI CCS 


CRN 1084894-72-3 
CMF C17 H18 N 05 



N^O 




CRN 14874-70-5 
CMF B F4 
CCI CCS 



RN 1084894-78-9 CAPLUS 

CN 3H-Anthra[9,l-cd]isoxazolium, 4,5,5a,6-tetrahydro-l-methyl-5a-(4- 

methylphenyl)-6-oxo-10-(phenylmethoxy)-, tetrafluoroborate(l-) (1:1) (CA 
INDEX NAME) 

CM 1 

CRN 1084894-77-8 
CMF C29 H26 N 03 




CMF B F4 
CCI CCS 



Is. 

-F-B — F- 
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Total synthesis and structure assignment of the 
enthrone C-glycoside cassialom 
Koyama, Yasuhi:o; Yaraguchi, Ryo; Suzuki, Keisuke 
Department o: Chemistry, SCRSI-JSI Ageniy, Tokyo 
Institute of Technology, 2-I2-I O-okayama, Meguro-ku, 
Tokyo, 152-8551, Japan 
SOURCE: Anaewandte Chemie, International Edition (2008), 

47(6), 1084-1087 
CODEN: ACIEF5; ISSN: 1433-7851 
PUBLISHER: Wiley-VCH Verlag GmbH 4 Co. KGaA 

DOCUMENT TYPE: Journal 
LANGUAGE: English 
OTHER SOURCE (S) : CASREACT 148:449823 

IT 1017858-89-7 

RL: RCT (Reactant); RACT (Reactant or reagent) 

(synthesis and structure assignment of the anthrone C-glycoside 
cassialoin via isoxazole-containing stereogenic a-ketol and a 
subsequent intramol. redox reaction) 
RN 1017858-89-7 CAPLUS 

CN 6H-Athra[9, 1-cd] isoxazol-6-one, 3, 4, 5, 5a-tetrahydro-5a-hydroxy-10- 
(methoxymethoxy)-4-methyl-, (4R,5aR)-rel- (CA INDEX NAME) 

Relative stereochemistry. 




I0I7857-95-2P 

RL: RCT (Reactant); SPN (Synthetic preparation); PREP 

(Preparation); RACT (Reactant or reagent) 

(synthesis and structure assignment of the antnione C-glycoside 
cassialoin via isoxazole-containing stereogenic a-ketol and a 
subsequent intramol. redox reaction) 



RN 1017857-95-2 CAPLUS 

CN 6H-Athra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 
(methoxpethoxy)-4-methyl-, (4R,5aR)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (+) . 




REFEPEll E < niiT 



PEi P < A^h 



INCES AVAILABLE FOR THIS 
'T^TI I MAILABLE IN THE RE FORMAT 
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ACCESSION NUMBER: 2007:546202 CAPLUS «LOGINID: :20090621» 

DOCUMENT NUMBER: 147:117809 

TITLE: Isoxazole-directed pinacol rearrangement: 

stereocontroUed approach to angular stereogenic 
centers 

AUTHOR(S): Suzuki, Keisuke; Takikawa, Hiroshi; Hachisu, 

Yoshifumi; Bode, Jeffrey W. 
Department of Chemistry, Tokyo Institute of 
Technology, SORST-JST Agency, 2-12-1 0-okayama, 
Meguro-ku, Tokyo, 152-8551, Japan 
Angewandte Chemie, International Edition (2007), 
46(18), 3252-3254 
CODEN: ACIEF5; ISSN: 1433-7851 
Wiley-VCH Verlag GmbH k Co. KGaA 
Journal 
English 

CASREACT 147:117809 
943151-61-9P 943151-62-OP 

RL: SPN (Synthetic preparation); PREP (Preparation) 

(racemates; stereocontroUed approach to angular stereogenic centers on 
isoxazole-pinacol rearrangement) 
943151-61-9 CAPLUS 

6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 
(phenylmethoxy)- (CA INDEX NAME) 



CORPORATE SOURCE; 



PUBLISHER: 
DOCUMENT TYPE; 
LANGUAGE: 



;E(S): 




RN 943151-62-0 CAPLUS 



CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-10-(phenylmethoxy)-5a- 
(2-propen-l-yl)- (CA INDEX NAME) 



Ph-CH2-p N— 0 




IT 943151-47-lP 943151-59-5P 943151-60-8P 
943151-63-lP 

RL: BYP (Byproduct); PREP (Preparation) 

(stereocontroUed approach to angular stereogenic centers on 

isoxazole-pinacol rearrangement) 
RN 943151-47-1 CffiLUS 

CN 6H-.i\ii:hra;9, l-cciliscxazol-^-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 
(phenylmethoxy)-, (5aS)- (CA INDEX NAME) 

Absolute stereochemistry. 




RN 943151-59-5 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-(3-methyl-2-buten- 
l-yl)-lO-(phenylmethoxy)-, (5aR)- (CA INDEX NAME) 

Absolute stereochemistry. 




943151-60-8 CWLUS 

6H-Anthra [ 9 , 1-cd] isoxazol-6-one, 3,4,5, 5a-tetrahydro-5a- ( 4-methylphenyl) - 
lO-(phenylmethoxy)-, (5aR)- (CA INDEX NAME) 



Absolute stereochemistry. 

Ph'^O N 0 




Me 



RN 943151-63-1 CAPLUS 

CN 6H-Anthra [9, 1-cd] isoxazol-6-one, 5a- (1-hexyn-l-yl) -3, 4, 5, 5a-tetrahydro-10- 
(phenylmethoxy)-, (5aR)- (CA INDEX NAME) 

Absolute stereochemistry. 



Ph 0 N 0 




IT 943151-35-7P 

RL: PRP (Properties); RCT (Reactant); SPN (Synthetic preparation) 
; PREP (Preparation); RACT (Reactant or reagent) 

(stereocontroUed approach to angular stereogenic centers on 
isoxazole-pinacol rearrangement) 
RN 943151-35-7 CAPLUS 

CN 6H-Mhra[9,l-cdli5oxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 

(pnenylnetnoxy'-, ;5aR)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (+) . 




0 



IT 14 1^ - l-ll i 14-4' -4 14 bl-^ -IP 
14 ^ - 4-" 1 IM-^^-l 14 M-^ -:e 

943:y: 

RL. ERE lEi.peitie.i, .EN i.,ntheti. pieparution) ; PREP 
(Preparation) 

(stereocontroUed approach to angular stereogenic centers on 

isoxazole-pinacol rearrangement) 
RN 943151-37-9 CffiLUS 

CN 6H-Anthra[9,l-cG]isc:xazol-5-one, 5a-ethenyl-3,4,5,5a-tetrahydro-10- 
(phenylmethoxy)-, (5aS)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (+) . 



Ph 0 N 0 




RN 943151-40-4 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-(3-methyl-2-buten- 
l-yl)-lO-(phenylmethyl)-, (5aS)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (-) . 



Ph 0 N 0 




RN 943151-53-9 CWLUS 

CN 6H-Anthra [ 9 , 1-cd] isoxazol-6-one, 3,4,5, 5a-tetrahydro-5a- ( 4-methylphenyl) - 
lO-(phenylmethoxy)-, (5aS)- (CA INDEX NAME) 



Absolute stereochemistry. Rotation (-) . 




RN 943151-54-0 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 5a- (2-furanyl) -3,4,5, 5a-tetrahydro-10- 
(phenylmethoxy)-, (5aR)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (-) . 




RN 943151-55-1 CAPLUS 

CN 6H-Anthra [ 9 , 1-cd] i soxazol-6-one, 3,4,5, 5a-tetrahydro-5a- ( 1-methyl-lH-indol- 
2-yl)-10-(phenylmethoxy)-, (5aR)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (-) . 




RN 943151-56-2 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-10-(phenylmethoxy)-5a- 
(2-propen-l-yl)-, (5aS)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (-) . 




RN 943151-57-3 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 5a-(l-hexyn-l-yl) -3,4,5, 5a-tetrahydro-10- 
(phenylmethoxy) -, (5aS)- (CA INDEX NAME) 

Absolute stereochemistry. Rotation (-) . 




REFERENCE COUNT: 



THERE ARE 38 CITED REFERENCES AVAILABLE FOR THIS 



RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 
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ACCESSION NUMBER: 

DOCUMENT NUMBER: 
TITLE: 

AUTHOR (S): 

CORPORATE SOURCE: 



PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE: 
iTHEP SCnp"E(Sl . 



2006 :546035 CAPLUS «LOGINID: :20090621» 

145:188145 

Catalytic enantioselective crossed aldehyde-ketone 
benzoin cyclization 

Takikawa, Hiroshi; Hachisu, Yoshifumi; Bode, Jeffrey 
W.; Suzuki, Keisuke 

Department of Chemistry Tokyo Institute of Technology, 
SORST-JST Agency, 2-12-1 0-okayama, Meguro-ku, Tokyo, 



152- 



'51, 



Angev/indte O'hemie, International Edition (2006), 

45(21), 3492-3494 

CODEN: ACIEF5; ISSN: 1433-7851 

Wiley-VCH Verlag GmbH & Co. KGaA 

Journal 
English 

CASREACT 145:188145 



IT 9 n 4-'^ - E T T^- VOE 1( '^rO-4 -'^F 

RL: 3P:] .Synthptic Drefdrationj; PREP (Pre 
(jsvm. sv'tnesis'of cyclic 



y ket 



:oliu 



I J. 1 J -kptor 



benzoin 



A 11. IA\1 1 ti 
ll.iti I t k^t iliel le 
PlI ■) IT 4 2 AEPn 

CN 6H-[l,3]Dioxolo[7,8]anthra[9,l-cd]isoxazol-6-one, 

5a-(acetyloxy)-3,4,5,5a-tetrahydro-, (5aR)- (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 




RN 902129-39-9 CAPLUS 

CN 6H-Anthra[9,l-cdlisoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 

(methoxymethoxy) -, (5aS)- (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 




RN 902129-40-2 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 

(methoxymethoxy)-, (5aR)- (9CI) (CA INDEX NAME) 

Absolute stereochemistry. 




REFERENCE COUNT: 



THERE ARE 4 
RECORD. ALL 
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: STN 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



INVENTOR(S): 
PATENT ASSIGNEE (S): 



DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 



2005: 1023428 CAPLUS «LOGINID: :20090621» 
143:306299 

Preparation of polycyclic ketones having 
anthraisoxazole structure by pinacol rearrangement of 
diols 

Suzuki, Keisuke 

Japan Science and Technology Agency, Japan 

Jpn. Kokai Tokkyo Koho, 19 pp. 

CODEN: JKXXAF 

Patent 

Japanese 

1 



PATENT NO. 






KIND 


DATE 






APPLICATION NO. 




DATE 


JP 2005255592 




A 




20050922 




JP 2 


004-67741 




20040310 


JP 4219289 






B2 




20090204 












WO 2005095422 




Al 




20051013 




WO 2005-JP4723 




20050310 


W: AE 


AG, 


AL, 


AM, 


AT 


AU, 


AZ, 


BA 


BB, 


BG, BR, BW, 


BY 


BZ, CA, CH 


CN 


CO, 


CR, 


CU, 


CZ 


DE, 


DK, 


DM 


DZ, 


EC, EE, EG, 


ES 


FI, GB, GD 


GE 


GH, 


GM, 


HR, 


HU 


ID, 


IL, 


IN 


IS, 


KE, KG, KP, 


KR 


KZ, LC, LK 


LR 


LS, 


LT, 


LU, 


LV 


MA, 


MD, 


MG 


MK, 


MN, MW, MX, 


MZ 


NA, NI, NO 


NZ 


OM, 


PG, 


PH, 


PL 


PT, 


RO, 


RU 


SC, 


SD, SE, SG, 


SK 


SL, SM, SY 


TJ 


TM, 


TN, 


TR, 


TT 


TZ, 


UA, 


UG 


US, 


UZ, VC, VN, 


YU 


ZA, ZM, ZW 


RW: BW 


GH, 


GM, 


KE, 


LS 


MW, 


MZ, 


NA 


SD, 


SL, SZ, TZ, 


UG 


ZM, ZW, AM 


AZ 


BY, 


KG, 


KZ, 


MD 


RU, 


TJ, 


TM 


AT, 


BE, BG, CH, 


CY 


CZ, DE, DK 


EE 


ES, 


FI, 


FR, 


GB 


GR, 


HU, 


IE 


IS, 


IT, LT, LU, 


MC 


NL, PL, PT 


RO 


SE, 


SI, 


SK, 


TR 


BF, 


BJ, 


CF 


CG, 


CI, CM, GA, 


GN 


GQ, GW, ML 


MR 


NE, 


SN, 


TD, 


TG 
















EP 1724274 






Al 




20061122 




EP 2005-720958 




20050310 


US 20070149786' 


GB 


Al 




20070628 




US 2006-591974 




20060908 


RITY APPLN. 


INFO.: 












JP 2004-67741 




A 20040310 


















WO 2005-JP4723 




W 20050310 



OTHER SOURCE(S) : CASREACT 143:306299; MARPAT 143:306299 

IT 864951-75-7P 

RL: IMF (Industrial manufacture); SPN (Synthetic preparation); 



PREP (Preparation) 

(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pinacol-type rearrangement of diols) 
864951-75-7 CAPLUS 

6H-Anthra [9, 1-cd] isoxazol-6-one, 10- [[(1,1- 

dimethylethyl)dimethylsilyl]oxy] -3,4,5, 5a-tetrahydro-5a-(4-methylphenyl)- 
(9CI) (CA INDEX NAME) 




864951-73-5 

RL: RCT (Reactant); RACT (Reactant or reagent) 

(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pinacol-type rearrangement of diols) 
864951-73-5 CAPLUS 

6H-Anthra [9, 1-cd] isoxazol-6-on6, 10- [[(1,1- 

dimethylethyl)dimethylsilyl]oxy]-3,4,5,5a-tetrahydro-5a-hydroxy- (9CI) 
(CA INDEX NAME) 
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ACCESSION NUl-IBER: 2005:1004724 CAPLUS «LOGINID: :20090621» 

DOCUffiNT NUMBER: 143:306298 

TITLE: Preparation of polycyclic anthraguinone compounds by 

stereoselective intramolecular benzoin condensation 
INVENTOR(S): Suzuki, Keisuke 

PATENT ASSIGNEE(S): Japan Science and Technology Agency, Japan 
SOURCE: PCT Int. Appl., 25 pp. 

CODEN: PIXXD2 
DOCUMENT TYPE: Patent 



LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 



PATENT NO. 






KIND 


DATE 




APPLICATION NO. 




DATE 


WO 2005085 


17 




Al 




20050915 


HO 2005-JP4709 




20050310 


W: AE 


AG, 


AL, 


AM, 


AT 


AU, 


AZ, 


BA, BB, BG, BR, BW, 


BY 


BZ, CA, CH, 


CN 


CO, 


CR, 


CU, 


CZ 


DE, 


DK, 


DM, DZ, EC, EE, EG, 


ES 


FI, GB, GD, 


GE 


GH, 


GM, 


HR, 


HU 


ID, 


IL, 


IN, IS, KE, KG, KP, 


KR 


KZ, LC, LK, 


LR 


LS, 


LT, 


LU, 


LV 


MA, 


MD, 


MG, MK, MN, MW, MX, 


MZ 


NA, NI, NO, 


NZ 


OM, 


PG, 


PH, 


PL 


PT, 


RO, 


RU, SO, SD, SE, SG, 


SK 


SL, SM, SY, 


TJ 


TM, 


IN, 


TR, 


IT 


TZ, 


UA, 


UG, US, UZ, VC, VN, 


YU 


ZA, ZM, ZW 


RW: BW 


GH, 


GM, 


KE, 


LS 


MH, 


MZ, 


NA, SD, SL, SZ, TZ, 


UG 


ZM, ZW, AM, 


AZ 


BY, 


KG, 


KZ, 


MD 


RU, 


TJ, 


TM, AT, BE, BG, CH, 


CY 


CZ, DE, DK, 


EE 


ES, 


FI, 


FR, 


GB 


GR, 


HU, 


IE, IS, IT, LT, LU, 


MC 


NL, PL, PT, 


RO 


SE, 


SI, 


SK, 


TR 


BF, 


BJ, 


CF, CG, CI, CM, GA, 


GN 


GQ, GW, ML, 


MR 


NE, 


SN, 


TD, 


TG 












JP 2005255594 




A 




20050922 


JP 2004-67768 




20040310 


JP 4253603 






B2 




20090415 








PRIORITY APPLN. 


INFO.: 










JP 2004-67768 




A 20040310 



OTHER SOURCE(S) : CASREACT 143:306298; MARPAT 143:306298 

IT 864817-42-5P 

RL: IMF (Industrial manufacture); SPN (Synthetic preparation); 
PREP ::Preparation) 

(asym. synthesis of anthraisoxazolone via chiral triazolium-catalyzed 
enantioselective intramol. benzoin condensation of oxobenzisoxazolyl 
benzaldehyde in the presence of DBU) 
RN 864817-42-5 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 
(methoxymethoxy)-, (+)- (9CI) (CA INDEX NAME) 

Rotation (+) . 




REFERENCE COUNT: 
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ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



THERE ARE 3 CITED REFERENCES AVAILABLE FOR THIS 
^E 4 ^LL ITATIONS AVAILABLE IN THE RE FORMAT 



I H 2 1 A" 



STN 



INVENTOR (S) : 
PATENT ASSIGNEE (S): 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 



- 4 4ir7T ;\FLn L 31NI[ 2 m 21 
140:391270 

Ei^liiitii t 1 \i 1^111 - I "111 ing polycyclic 
111} u 1 i iit^in it t ii \ jjuinones 
u^uki, F 1 uk , B 1 , T tt 
T I r ^ it-rre and Technology Agency, Japan 
Jpn. Kokai Tokkyo Koho, 14 pp. 
CODEN: JKXXAF 
Patent 
Japanese 



FAMILY ACC. NUM. COUNT: 1 
PATENT INFORMATION: 



KIND DATE 



JP 2004143082 

JP 4252788 
PRIORITY APPLN. INFO, 
OTHER SOURCE (S): 
IT 577975-39-4P 

PL IIIF Ii li tiiil niiuti fm 

pr9p3rit:o:\i; PREP (Frepara:!: 



APPLICATION NO. 



JP 2002-309814 



A 20040520 
B2 20090408 

JP 2002-309814 
CASREACI 140:391270; MARPAT 140:391270 

; Wl !Kp,; 



DATE 

201)21024 
20021024 



?ageii 



;PN (Synthetic 

1 I , P P t It 1 

)le ring-containing polycyclic compds. as 



intermediates 

for anthraquinones) 
RN 577975-39-4 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 
(methoxymethoxy)- (9CI) (CA INDEX NAME) 



N 0 

i 1 
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ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



AUTHOR (S): 
CORPORATE SOURCE: 



PUBLISHER; 
DOCUfffiNT TYPE: 
LANGUAGE: 

OTHE 

II snns -) 4P 
PL P T Pat 



2003:473424 CAPLUS «LOGINID: :20090621» 
139:180004 

Catalytic Intramolecular Crossed Aldehyde-Ketone 
Benzoin Reactions: A Novel Synthesis of Functionalized 
Preanthraquinones 

Hachisu, Yoshifumi; Bode, Jeffrey W.; Suzuki, Keisuke 
Department of Chemistry, Tokyo Institute of Technology 
and CREST, Japan Science and Technology Corporation, 

Tokyo, 152-3551, Japan 

Journal of the American Chemical Society (2003), 

125 (28i, 8432-8433 

CODEN: JACSAT; ISSN: 0002-7863 

American Chemical Society 

Journal 

English 

CASREACT 139:180004 



SPK 



El iiiiti I , PA T P 1 J I 

pieiiiiti n of nthiatf^nonf^- oi naihtliaif^n ne-fu,.f^d isoxazoles via 
intramol. aldehyde-ketone benzoin condensation of (oxoalkyl)isoxazolyl 
benzaldehydes) 
577975-39-4 CAPLUS 

6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10- 
(methoxymethoxy) - (9CI) (CA INDEX NAME) 



MeO-CH2-p N— 0 




577975-47-4P 577975-48-5P 577975-49-6P 

RL: SPN (Synthetic preparation); PREP (Preparation) 

(preparation of anthracenone- or naphthalenone-fused isoxazoles via 
intramol. aldehyde-ketone benzoin condensation of (oxoalkyl)isoxazolyl 

benzaldehydes) 
577975-47-4 CAPLUS 

6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10-methoxy- 
(9CI) (CA INDEX NAME) 




RN 577975-48-5 CAPLUS 

CN 6H-Anthra[9,l-cd]isoxazol-6-one, 3,4,5,5a-tetrahydro-5a-hydroxy-10-methoxy- 
4-methyl-, (4R,5aR)-rel- (9CI) (CA INDEX NAME) 

Relative stereochemistry. 




RN 577975-49-6 CAPLUS 

CN 3H-Anthra[9,l-cd]isoxazole-5-carboxylic acid, 

4,5,5a,6-tetrahydro-5a-hydroxy-10-methoxy-4-methyl-6-oxo-, ethyl ester, 
(4R,5S,5aS)-rel- (9CI) (CA INDEX NAME) 

Relative stereochemistry. 




THERE ARE 22 CITED REFERENCES AVAILABLE FOR THIS 

RE'ViRj. a:i, citations available in the re format 
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INVENTOR (S): 
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PATENT INFORMATION: 



2002:658099 CAPLUS «LOGINID: :20090621» 
137:201301 

Preparation of isothiazoloanthrones, 
isoxazoloan:hro:ies, isoinciolanthrones as JNK 
inhibitors 

Sakata, Steven T.; Raymon, Heather K. 

Signal Pharmaceuticals, Inc., USA 

PCT Int. Appl., 196 pp. 

CODEN: PIXXD2 

Patent 

English 



PATENT NO. 



KIND DATE 



APPLICATION NO. 



WO 2002066450 A2 20020829 WO 2002-US4283 

WO 2002066450 A3 20021205 

W: AE, AG, AL, AM, AT, AU, AZ, 

CO, CR, CU, CZ, DE, DK, DM, 

GM, HR, HU, ID, IL, IN, IS, 

LS, LT, LU, LV, MA, MD, MG, 

PL, PT, RO, RU, SD, SE, SG, 

UA, UG, UZ, VN, YU, ZA, ZM, 

RW: GH, GM, KE, LS, MW, MZ, SD, 

CY, DE, DK, ES, FI, FR, G3, 

BE, BJ, CF, CG, CI, CM, GA, 

US 20030073732 Al 20030417 



20020213 

BB, BG, BR, BY, BZ, CA, CH, CN, 

EC, EE, ES, FI, GB, GO, GE, GH, 

KE, KG, KP, KR, KZ, LC, LK, LR, 

MN, MW, MX, MZ, NO, NZ, OM, PH, 

SK, SL, TJ, TM, TN, TR, TT, TZ, 

SZ, TZ, UG, ZM, ZW, AT, BE, CH, 

IE, IT, LU, MC, NL, ?T, SE, TR, 

GQ, Gfc, ML, MR, NE, SN, TO, TG 

US 2002-71390 20020207 



US 6987184 
CA 2438312 
AU 2002251936 
EP 1363891 

R: AT, BE, CH, 



20060117 
20020829 
20020904 
20031126 
DK, ES, FR, 



IE, SI 

104526^11 



LT, LV, FI, RO, MK, 
T 20040902 
A 20051223 
Al 20060105 



US 20060004080 
US 7354947 
PRIORITY APPLN. INFO.: 



OTHER SOURCE (S): HRPAT 137;20:3' 

II 63973-07-9P, 6H-Anthra[9,l-cd]isoxa; 
RL: PAC (Pharmacological activity); 



CA 2002-2438312 20020213 

AU 2002-251936 20020213 

EP 2002-720975 20020213 
GB, GR, IT, LI, LU, NL, SE, MC, PT, 

CY, AL, TR 

JP 2002-565966 20020213 

NZ 2002-528034 20020213 

US 2005-159592 20050622 



US 2001-269013P 

US 2002-71390 
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AB Polycyclic ketones I [Rl = H, OH, halo, (un) substituted silyloxy, 

(un) substituted Cl-10 alkoxy, Cl-20 hydrocarbyl; R2 = halo, OH, cyano, 
N02, (un) substituted ammo, (un) substituted Cl-10 alkoxy, (un) substituted 
5-7-membered heterocycie, etc.; R3 = halo, OH, (un) substituted Cl-10 
alkoxycarbonyl, (un) substituted C6-20 hydrocarbyl, etc.; 2 adjacent R2s or 
2 R3s may form (un) substituted 4-6-membered ring; R4 = H, halo, 
(un) substituted amino, (un) substituted Ph, etc.; m = 0-3; n = 0-6], useful 
as intermediates for drugs, agrochems., dyes, etc., are prepared by treating 
optically-active ales. II or III (R1-R4, m, n = same as above) under an 
acidic condition, preferably in the presence of catalysts such as Lewis 
acids, protonic acids, etc. II or III may be prepared by reacting I (R4 = 
OH; R1-R3, m, n = same as above) with R4M (R4 = any group given in I; M = 
metal) . Thus, a THF solution of I (Rl = OSiMe2CMe3, R2 = R3 = H, R4 = OH) 
was added dropwise to a mixture of a THF solution of p-MeC6H4Li, in situ 

prepared 

from 4-MeC6H4Br and BuLi, over 10 min and the reaction mixture was stirred 
for 5 min to give 921 II (or III) (Rl = OSiMe2CMe3, R2 = R3 = H, R4 = 
4-C6H4Me) . This was treated with a CH2C12 solution of BF3.Et20 under 
stirring for 30 min to give 991 I (Rl = OSiMe2CMe3, R2 = R3 = H, R4 = 

4-C6H4Me) . 
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AB cf . C.A. 50, 13965d. Examination of properties of eldeline and delphelatine 
(cf. Feofilaktov and Alekseeva, C.A. 49, 5499a; Rabinovich, C.A. 47, 
9336e) showed that the two alkaloids are identical; infrared absorption 
spectra also prove their identity (these are reproduced) . The name 
eldeline is suggested for future use. The empirical formula of the 
alkaloid suggested by Rabinovich agrees with analytical data. Heating the 
alkaloid (80 g.) with 40 g. phloroglucinol in 4 1. HCl 2 hrs. at 
80-90° gave a product of hydrolysis of the methylenedioxy group. 
This substance (I), named demethyleneeldeline, C24H3907N, m. 
106-8°, [a]D 32° (EtOH) ; HCl salt hemihydrate, decompose 
230-1°, [a]D 7.94° (EtOH); HBr salt, decompose 
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glvcol group. I heated with be 8 hrs. at 320-40° gave a 
polycyclic aromatic hydrocarbon, an oil, which gives a 

trinitrobenzoate complex, m. 100-2°. 
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acids, protonic acids, etc. II or III may be prepared by reacting I (R4 = 
OH; R1-R3, m, n = same as above) with R4M (R4 = any group given in I; M = 
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was added dropwise to a mixture of a THF solution of p-MeC6H4Li, in situ 
prepared 

from 4-MeC6H4Br and BuLi, over 10 min and the reaction mixture was stirred 
for 5 min to give m II (or III) (Rl = OSiMe2CMe3, R2 = R3 = H, R4 = 
4-C6H4Me) . This was treated with a CH2C12 solution of BF3.Et20 under 
stirring for 30 min to give 991 I (Rl = 0SiMe2CMe3, R2 = R3 = H, R4 = 
4-C6H4Me) . 
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80-90° gave a product of hydrolysis of the methylenedioxy group. 

This substance (I), named demethyleneeldeline, C24H3907N, m. 

106-8°, [ci]D 32° (EtOH); HCl salt hemihydrate, decompose 
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aspect of the present invention relates to the use of an ionic liquid 
comprising a pendant nucleophilic group to remove a gaseous impurity, 
e.g., carbon dioxide, from a gas, e.g., sour natural gas. 
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of substantiaLv' iijiiganiL' L'o_l::)iad_ :_d:t_c_ec, wherein the particles 








hdVe an avflag^ j.dLul.lt' jl^t^ u_ ti.dt. abi;Ut jOO nm, (b) 
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photopatteriiiiig the composition tu deline a ^tiucture, and (c) 


AB 


There is provided d jjiuL-,>,> fui pif-pdiinL; d tluuiiiir;-'..u;itdiiiiiig p'jl/mei 




subieuting the structure to elevated temperature for a time sufficient 




for resist which 1& eAJL'_L_'l!_ _Ii t:d_.;jLd:eLj\ LA ;d_L!.,Il. Ll_t:d,lijlet 




to pyiolyze the reactive species and to at least partially fuse the 




region, comprises d 3t:L,jt.,i:;l ll.i_ l:.-': i . -jl: _L,ij:i_jj-L'..ii_d_ii_iiL. 




particles . 




ethylenic monomer dnd/ui d b-iuuLUidi unit denied ±i:jm d mijnijmei wLilL 








can provide an aliphdtiu iing struutuie m the polvmei tiunk uhain dnd 
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may have a fluorine dtom, and hdS an dCid-reactive gioup Y.sup.l 








reacting with an dcid or a group i.sup.2 which can be converted to the 
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acid-reactive group Y.sup.l, in which the fluorine-containing ethylenic 


AB 


The present invention provides a water-soluble transition metal-diamine 




monomer and/or the monomer which can provide an aliphatic ring structure 




complex which can be easily separated from reaction products through 




in the polymer trunk chain are subjected to radical polymerization by 




liguid separation, etc. and is recycleable/ an optically active diamine 




using an organic peroxide represented by the formula (1) i IISTRIII 




compound constituting the ligand of the complex^ and a catalyst for 




wherein R. sup. 50 and R. sup. 51 are the same or different and each is a 




asymmetric synthesis which comprises these. The present invention 




hydrocarbon group having 1 to 30 carbon atoms which may have ether bond 




relates to a water-soluble optically active transition metal-diamine 




(an atom at an end of bond is not oxygen atom) ; pi and p2 are the same 




complex represented by the formula (2): IISTRIH [wherein R.sup.l 




or different and each is 0 or 1; p3 is 1 or 2, and also there is 




and R.sup.2 each represents hydrogen, a hydrocarbon group. 




provided a photoresist composition comprising the obtained polymer. The 




— SO. sub. 2R. sup. 13 (wherein R. sup. 13 is a hydrocarbon group, substituted 




fluorine-containing polymer is excellent in transparency in a vacuum 




amino, etc.), etc.; R.sup.3 to R. sup. 12 each represents hydrogen, a 




ultraviolet region, and can form an ultra fine pattern as a polymer for 




hydrocarbon group, alkoxy, substituted amino, etc.; M represents a 




a photoresist, particularly for a F2 resist. 




transition metal; X represents halogen; L represents a ligand; and * 








indicates an asymmetric carbon atom; provided that at least one of 


CAS 


IrJUHjAlfJb Ij AVAlLiAljLJlj J3UK inlj miUjrJl. 




R.sup.3 to R.sup.7 and R.sup,8 to R. sup. 12 is substituted amino], a 








catalyst for asymmetric synthesis containing the complex, and a process 
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for producing an optically active alcohol, which comprises using the 


AB 


Disclosed are cationic photocurable compositions with improved shelf 




catalyst to asymmetrically reduce a ketone. 




life stability. The thermally stable compositions comprise at least one 








cationically polymerizable compound, for example an epoxy compound, at 
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least one onium salt photoinitiator and at least one compound selected 








from the gioup cunsistmj of the organic phosphorus stabilizers and the 
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hindered nitroxyl stabilizers. .Also disclosed is d cdtionic 


AB 


The application discloses novel synthetic compounds, modeled after 




photoinitiator comp "i^i n m i - n ..t l^d ^ m ii u i d t 




unigue toxins extracted from the marine invertebrate Diazona angulata 




photoinitiator and dt ledb._ ijlie '.:ul.ipijULd bele.;tea tiu.J ._he gluup 




useful in the treatment abnormal cell mitosis. The application also 




coiisist_ii'j ot the uigdniL. phusphoius stabilizers and the hindered 




discloses novel methods for synthesis of these compounds and methods of 








using these compounds. 
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AB 


A process for producing photonic rrj-til umiii e in providing a 


.AB 


/el fluorine-containing polymer having an 




substantially inorganic photoreacti e ,,it], ifi h , l e\|,, sing, using a 




d _ I 1 1 t ^ 1 ui hich has a high transparency against energy rays 




multibeam interference technigue m •<{ u j dt 1^ t t nee beams, at 




(radioactive raysi in a vacuum ultraviolet region (157 nm), and further 




least a portion of the photoreactive composition to radiation of 




there are provided a material for fluorine-containing base polymer 




appropriate wavelength, spatial distribution, and intensity to produce a 





, , , 
two-dimensional or three-dimensional periodic pattern of reacted and 




excited state that is accessible by absorption of two or more photons. 




non-reacted portions of the photoreactive composition; and (c) removing 




and (2) a composition, different from said reactive species, that is 




the non-reacted portion or the reacted portion of the photoreactive 




capable of interacting with the excited state of the semiconductor 




composition to form interstitial void space. 




nanoparticle guantum dot to form at least one reaction-initiating 








species. 


CAS 


INDEXING IS AVAILABLE FOR THIS PATENT. 










CAS 


INDEXING IS AVAILABLE FOR THIS PATENT. 


L7 


ANSWER 14 OF 33 USPATFULL on STN 








A nisthod for nisking an inoi'^anic structur9 including: 




MoWrjK 1/ \jc JJ JorAir JLL un oLH 








One aspeut ot the pie^ent invcntiun lelat^^ tu luni^ 1il|u±J:: Luitipii^ing 




(a) applying a photoreactive composition to a substrate, wherein the 




a P'^nuai.t BlijL;^t^L;-a.l:il„ _|luU!j, e.g., a sLltuLlL: a^ld JluU.j. Aliuthel 




composition includes! 




"■"J ^ ' " 1 ] (, ' ^' \\ ^ '^^""^^ 




a reactive species, 




Bi r il t 1 1 1 11 1 1 t I \ 1 1 1 t 1 iiesent 








in pftior 1 lat t 1 I 1 1 1 nil J i i 1 t i 1 1 ilic 




a photoinitiator system, and 




groui ] ar amii i 1 1 i i t 1 i i i tion 








lelateb tu the Ube ut ill luliic liguid cumpllbllij a :je.iLLli_ .ALleuphllic 




a plurality of substantially inorganic colloidal particles, wherein the 




ji 11 t t 1 u 1 1 lie assisted chemi 1 i t A t ttl 




particles have an average particle size of less than about 300 nm; 




ai t tl 11^ I 11^ tion r lates to th u t i ipid 








^ompiibiiiLj a i_ei.Jaiit ii jL.lcupriilic gioup to remove a gasBuUb impuiity. 




(b' photopitternmc the composhion to cefin?' a structure; and 




e.g., uaibui. uluxlJe, tiuii a gas, e.g., sour natural gas. 




(c) subjecting the structure to elevated temperature for a time 
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sufficient to pyrolyze the reactive species and to at least partially 








fuse the particles. 
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There is provided a novel fluorine-containing polymer having an 
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acid-reactive group which has a high transparency against energy rays 








(radioactive rays) in a vacuum ultraviolet region (157 nm), and further 
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there are provided a material for fluorine-containing base polymer 


AB 


A method of multiphoton photosensitizing comprises 




prepared from the polymer and suitable for a photoresist and a 








chemically amplifying type resist composition obtained therefrom. 




(a) providing a multiphoton-activatable, photoreactive composition 








comprising 




The polymer has a number average molecular weight of from 1,000 to 








1,000,000 and represented by the formula: 




(1) at least one reactive species that is capable of undergoing an add- 








er radical-initiated chemical reaction, and 




-{m}-{nz]-{h}-, 




(2) a photoinitiator system comprising photochemically-effective amounts 




wherein Ml is a structural unit having an acid-labile or acid-degradable 




of 




functional group, M2 is a structural unit of fluorine-containing acryl 








ester, A is a structural unit derived from other copolymerizable 




(i) at least one type of semiconductor nanoparticle that has at least 




monomer, the percent by mole ratio M1/M2 is 1 to 99/99 to 1 and the 




one electronic excited state that is accessible by absorption of two or 




polymer comprises from 1 to 99% by mole of the structural unit Ml, from 




more photons, and 




1 to 991 by mole of the structural unit M2 and from 0 to 981 by mole of 








the structural unit Al. The material for fluorine-containing base 




(ii) a composition that is capable of interacting with the excited state 




polymer comprises a fluorine-containing polymer having an acid-reactive 




of the semiconductor nanoparticle to form at least one 




group such as the above-mentioned polymer and is suitable for a 




reaction-initiating species; and 




photoresist, and the chemically amplifying type resist composition is 








obtained from those polymer and material. 




Ltiphoton-activatable, photoreactive composition 








- :o cause absorption of at least two photons, 
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nlu 11 J if least one acid- or radical-initiated chemical 








i^i ri n 'h^-r^ th^ composition is exposed to the light. 
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A m drill t i i ti iti 1 , i r i ti ii t i i (a) at 
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least i^i ti ^ i^ ip tl it i i il 1^ t ui ^ij ii g ah acid- or 








radical-initiated chemical reaction; (b) a photochemically-effective 
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amount of a multiphoton photosensitizer comprising at least one 


AB 


A photoipacti'vA -,,ir|i i^i ,i m ~ < > it t ( i^ictive species 




multiphoton up-converting inorganic phosphor; and (c) a 




thit 1', 'jjibl- it m 11 >i i.ili J-iiiitijr^d chemical 




photochemically-effective amount of a one-photon photoinitiator system 




lei.unn; jig iIh , i i. m.t.rn t^ii . mi ii uj 




that is capable of being photosensitized by the multiphoton 




photochemically-ettective amounts of (1) at least one type of 




photosensitizer. 




semiconductor nanoparticle guantum dot that has at least one electronic 
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AB The application discloses novel synthetic compounds, modeled after 

unique toxins extracted from the marine invertebrate Diazona angulata 
useful in the treatment abnormal cell mitosis. The application also 
discloses novel methods for synthesis of these compounds and methods of 
using these compounds. 
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AB A process of fomng i resist inaje ir a ncrcelecrronic substrate 

111 1 tl 1 1 t 1 I ^ I ^ 1 mill tiist 

:o:iprisi:;g Caihon cioxidp ano a cr:w;o-:.^-.t s-l-::t^c f:'on 'he group 

II J t 1 I 111 tit m I m r, at 

least one polymeric material, and mixtures thereof to deposit the 
component on the substrate and form a coating thereon; then imagewise 
exposing the coating to radiation such that exposed and unexposed 
itii J 1 it I 1 t im 1 1 I ul t 1 tl ti J to a s ond 
11 t 1 1 11 ( 1 1 1 1 1 1 t tl r or of the 

\ 1 t 11 I t 1 t 1 I 1 m the ul trite 

ill tl 1 tii 1 1 1 I 1 I 1 J ai J 1 m 11 r the coating to 
form an image thereon. 
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AB The present invention provides a negative photosensitive resin 

composition comprising (A) a photocurable resin having a photosensitive 
group or groups crosslinkable by light irradiation, (B) a photoacid 
generator and (C) a photosensitizer which is a benzopyran condensed ring 
compound capable of increasing photosensitivity to visible light with a 
wavelength of 480 nm or more, 

a negative photosensitive dry film prepared by applying the 
photosensitive resin composition to a surface of support film, followed 
by drying, to form a photosensitive resin layer, and 



a method of forming a pattern using the resin composition or the dry 
film. 
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AB Radiation-sensitive compositions comprising 



(al) a cationically or acid-catalytically polymerisable or crosslinkable 
compound or 



(a2) a comp'Ounc. 
action of acid; 



it; 



a developer under the 



(b) at least one diaryliodonium salt of formula I ##STR1|| 

X is branched C.sub.3 -C.sub.20 alkyl or C.sub.3 -C.sub.8 cycloalkyl; 

11 il 1 ul ilk 1 1 1 1 ub 3 



X.sub 1 iM li 1 li 11 il 1 
-C.su 

the sum ot the carbon atoms in X and A.sub.l is at least 4 



} that 



Y is linear C.sub.l -C. sub. 10 alkyl, branched C.sub.3 -C. sub. 10 alkyl or 
C.sub.3 -C.sub.8 cycloalkyl; 

A. sup.- is a non-nucleophilic anion, selected from the group 
(BF. sub. 4). sup.-, (SbF.sub.6) .sup.-, (PF. sub. 6) .sup.-, (B(C.sub.6 
F.sub.5)) .sub.4.sup.-, C.sub.l -C. sub. 20 alkylsulfonate, C.sub.2 
-C. sub. 20 haloalkylsulfonate, unsubstituted C.sub.6 -C. sub. 10 
arylsulfonate, camphorsulfonate, and C.sub.6 -C. sub. 10 arylsulfonate 
substituted by halogen, NO. sub. 2, C.sub.l -C. sub. 12 alkyl, C.sub.l 
-C. sub. 12 halo-alkyl, C.sub.l -C. sub. 12 alkoxy or by COOR.sub.l ; and 

R.sub.l is C.sub.l -C. sub. 20 alkyl, phenyl, benzyl; or phenyl mono- or 
poly-substituted by C.sub.l -C. sub. 12 alkyl, C.sub.l -C. sub. 12 alkoxy or 

by halogen; 

Witn ;he prcyxso that the two phenyl rings on the iodine atom are not 
identically substituted. 
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AB Al |t 1 1 t 1 1 1 1 1 nil iti 1 -i^in disclosed 

elight having a 

maximum wavelength within the range ot SOU to d2l1 nm and a large 
spectral luminous efficiency; the composition being a liquid or a solid 
resin composition containing a photocurable resin, a photoreaction 
initiator and if necessary, a photosensitizing dye; an absorbancy of an 
unexposed film formed from this composition being 0.5 or less within the 
range of the maximum wavelength +30 nm selected from the range of the 
maximum wavelength of the saf elight. By the use of this negative type 
photosensitive resin composition, it is possible to form a resist 
pattern which is excellent in safe operativity, operational efficiency, 
the quality stability of products, and the like. 
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AB A visible light curable resin composition containing a photocurable 
resin, a photoreaction initiator and a photosensitizer having the 
formula (1) . The composition has a very high sensitivity to a 
general-purpose visible light laser, so that a high-speed scanning 
exposure is possible by the laser, and an extremely fine high resolution 
can be obtained. In addition, the composition can be used for coating or 
printing under safelight irradiating conditions and under bright 
circumstantial conditions without any thickening of the composition, and 
hence the composition can exert excellent noticeable effects in points 
of safe operativity, operational efficiency and the stabilitv of 
products Formula (1) is iS f llo;s II mil 1 i ii iii j ul 1 and 
X.sub. 2 are each an optionally substituted Dvrrole ring; i is H, '1, 
optionally substituted alkyl, aralkvl, arvl i 1 1 i 1 

jr Ul 1 ul 1 1 il 1 1 J tl 11 ul titut d 

1 k 1 1 11 1 1 1 1 1 1 \y ar/lthio, 

1 t 1 1 1 1 1 1 I 1 1 11 1 id d that at 

le st )ne ot substituents on the pyrrole rings A.sub.l and X.sub. 2, 
groups Z.sub.l and Z.sub.2 is the alkoxy, aralkyloxy or aryloxy group. 
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AB 2 1 , 1 til 1^ pml ester compounds exhibit outstanding 

acaricidal and herbicidal activity. 
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tetrahydrofurans. 










The syntheses of tetrahydrofurans were directly applied to the 
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stereo-divergent formal total syntheses of two natural mold metabolites. 




2-Aryl-l, 3-cyclopentanedione enol ester compounds exhibit outstanding 




avenaciolide and isoavenaciolide. The salient features involved in the 




acaricidal and herbicidal activity. 




synthesis included the intramolecular Pummerer rearrangement and 








C-allylation. 
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The last issue in this dissertation is focused on the synthesis of 








the C(l)-C(14) subunit of halichondrin B, a tubulin-based antimitotic 




aWCTftTTTD 9R f\V 77 TTCIDaTTTTTT T ah QTW 
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anticancer agent. Included in the synthesis are a pinacol 




Non-ortho substituted 2-aryl-l,3-cycloal]canedione end ester compounds 




rearrangement, intramolecular Michael addition, and a one-pot 




exhibit outstanding acaricidal and herbicidal activity. 




multistep conversion leading to the formation of the lipophilic 








polycyclic ketal, the C(8)-C(14) substructure of halichondrin B. 
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Encil derivatives ol 2-aryl-i, 3-cycloalkanedione compounds exhibit 
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outstanding herbicidal and acarcidal activity. 
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2-Ar7l-l, 3-cyclof entanedione ^oiipour.ds am their aikali :ie:a_ ana 
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amonium salts exhibit outstanding herbicidal and acaricidal activity. 
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2-Aryl-I,3-cyclopentanedione compounds and their alkali metal and 


=> d his 






ammonium salts exhibit outstanding herbicidal and acaricidal activity. 
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AB 


Bridged ring cores possessing quaternary carbon centers adjacent to a 


L3 
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bridged ketone constitute challenging structures in synthesis. Therefore, 










this thesis explores the development of the first Prins-pinacol synthesis 
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of cis-fused bicyclo[4,n,l]alkanones. The reaction conditions were 
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optimized for the rearrangement of bicyclo[4.4.0]decanes and the effect of 










different diol protecting groups was explored, as well as the effect of 
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substitution at the C4 and the C5 position. The rearrangement of 
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bicyclo [5 . 4 . 0] undecane and bicyclo[5.3.0]decanes was also investigated in 
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order to achieve the formation of bicyclic ketones with various ring 
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sizes. Finally, the Prins-pinacol rearrangement was 
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coupled with an ionic Diels-Alder reaction in order to achieve the rapid 
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synthesis of highly functionalized polycyclic bridgehead 
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ketones. 
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As a stereochemicall i mil^m^rtai m^tl It tl^ 










dioxanone-to-dihydropyran loutc di^veLjp^d l. ..i^ PjI \^ 1 --l-.'i at'.'i„^r.^, 




FILE 


'STNGUIDE' ENTERED AT 08:51:17 ON 21 JUN 2009 




highly stereoselective synthase;) lA a.it^ ^,.:-ij.i,:-jb,Tt_tjLeu 
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tetrahydropyrans were accompli Jf^d util ^ i t i i j idi il 
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cyclization, featuring captodative stabilization anc late-, tight 










transition states. 
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t 1 ' I I tl 111 1 ip in the tetiahydropyian ^nth^^'p'', 
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addition, anionic cyclizations ot appropriate acyclic precursors resulted 










in the highly stereoselective syntheses of anti 2,3-disubstituted 
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L9 


24" EA EE- Ii ABB= II fLi=II EIIIA. L RP'^^nRA^f'-EMEN^/TT 






STN Easy 


LIO 


2 SEA SPE=ON ABB=ON PLU=ON L9 AND L7 


NEWS 13 


MAY 14 


DGENE, PCTGEN and USGENE enhanced with increased 




D 1-2 IBIB ABS 






limits for exact sequence match searches and 


LI I 


407 SEA SPE=ON ABB=ON PLU=ON PINACOL REARRANGEMENT/AB 






introduction of free HIT display format 


L12 


110 SEA SPE=ON ABB=ON PLU=ON Lll AND L9 


NEWS 14 


MAY 15 


INPADOCDB and INPAFAMDB enhanced with Chinese legal 


L13 


5 SEA SPE=ON ABB=ON PLU=ON Lll AND L7 






status data 


LI 4 


4 SEA SPE=ON ABB=ON PLU=ON LIB NOT LIO 


NEWS 15 


MAY 28 


CAS databases on STN enhanced with NANO super role in 




D 1-4 IBIB ABS 






records back to 1992 






NEWS 16 


JUN 01 


CAS REGISTRY Source of Registration (SR) searching 


FILE 


STNGUIDE' ENTERED AT 08:51:17 ON 21 JUN 2009 






enhanced on STN 


L15 


0 SEA SPE=ON ABB=ON PLU=ON L7 NOT (LIO OR L14) 








LI 6 


0 SEA SPE=ON ABB=ON PLU=ON L7 NOT LIO 


NEWS EXP 


RESS MAY 26 09 CURRENT WINDOWS VERSION IS V8.4, 








AND CURRENT DISCOVER FILE IS DATED 06 APRIL 2009. 


FILE 


CAPLUS, USPATFULL, DISSABS' ENTERED AT 08:55:12 ON 21 JUN 2009 










D L7 1-33 ABS 


NEWS HOURS STN Operating Hours Plus Help Desk Availability 






NEWS LOGIN Welcome Banner and News Items 


FILE 


STNGUIDE' ENTERED AT 08:55:15 ON 21 JUN 2009 










SAVE ALL STN10591974/L 


Enter NEWS followed by the item number or name to see news on that 


COST IN U. 


3. DOLLARS SINCE FILE TOTAL 


specific topic. 






ENTRY SESSION 








FULL ESTIMATED COST 1.12 300.41 


All use of STN is subject to the provisions of the STN customer 






agreement . Thi 


s agreement limits use to scientific research. Use 


DISCOUNT AMOUNTS (FOR QUALIFYING ACCOUNTS) SINCE FILE TOTAL 


for software development or design, implementation of commercial 




ENTRY SESSION 


gateways, or us 


e of CAS and STN data in the building of commercial 


CA SUBSCRIBER PRICE 0.00 -6.56 


products is prohibited and may result in loss of user privileges 






and other penalties. 


STN INTERNATIONAL LOGOFF AT 09:04:58 ON 21 JUN 2009 
















***** Columbus *************** 






FILE 'HOME' ENTERED AT 11:44:04 ON 21 JUN 2009 


Connecting via Winsock to STN 












=> file reg 








COST IN U 


S. DOLLARS SINCE FILE TOTAL 










ENTRY SESSION 






FULL ESTIMATED COST 0.22 0.22 


Welcome to STN International! Enter x:X 












FILE 'REGISTRY' ENTERED AT 11:44:15 ON 21 JUN 2009 


LOGINID:SSPTAALF1626 


USE IS SUBJECT TO THE TERMS OF YOUR STN CUSTOMER AGREEMENT. 






PLEASE SEE "HELP USAGETERMS" FOR DETAILS. 



COPYRIGHT (C) 2009 American Chemical Society (ACS) 

Property values tagged with IC are from the ZIC/VINITI data file 
provided by InfoChem. 

STRUCTURE FILE UPDATES: 19 JUN 2009 HIGHEST RN 1159249-84-9 
DICTIONARY FILE UPDATES: 19 JUN 2009 HIGHEST RN 1159249-84-9 

1 Les, enter HELP USAGETERMS for details. 

I A Iir im II I nppEiiT THROUGH January 9, 2009 . 

El^i t 1 1 1-t^im pricing does apply when 

I lu t I J milt ELE T .Piiches. 

PE I TPi II lul lumerically searchab_e cl.ti :or exfeiurenial and 
predicted properties as well as tags indicating availability of 
experimental property data in the original document. For information 
on property searching in REGISTRY, refer to; 

http : / /www. cas . org/support/ stngen/ stndoc/properties . html 



Uploading C:\Program Files\STNEXP\Queries\10591974rxn.str 




chain nodes : 
7 8 17 
ring nodes : 

1 2 3 4 5 6 11 12 13 14 15 16 
chain bonds : 
1-7 6-8 11-17 

ring bonds : 

1-2 1-6 2-3 3-4 4-5 5-6 11-12 11-16 12-13 13-14 14-15 15-16 
exact/norm bonds : 

1-2 1-6 1-7 2-3 4-5 5-6 6-8 11-16 11-17 12-13 13-14 14-15 15-16 
exact bonds ; 
3-4 11-12 



Match level : 

liAtom 2:Atom 3:Atom 4:Atom 5:Atom 6:Atom 7:CLASS 8:CLASS ll:Atom 12:Atom 
13:Atoin 14:Atom 15:Atom 16:Atom 17:CLASS 
fragments assigned product role: 
containing 11 

fragments assigned reactant /reagent role: 
containing 1 



STRUCTURE UPLOADED 



LI HAS NO ANSWERS 
LI STR 




Structure attributes must be viewed using STN Express query preparation. 



MULTIPLE ROLE QUERIES ARE NOT ALLOWED IN A NON-REACTION FILE 



=> file casreact 
COST IN U.S. DOLLARS 



FULL ESTIMATED COST 



SINCE FILE TOTAL 
ENTRY SESSION 
0.48 0.70 



FILE 'CASREACT' ENTERED AT 11:44:39 ON 21 JUN 2009 
USE IS SUBJECT TO THE TERMS OF YOUR CUSTOMER AGREEMENT 
COPYRIGHT (C) 2009 AMERICAN CHEMICAL SOCIETY (ACS) 

Copyright of the articles to which records in this database refer is 
held by the publishers listed in the PUBLISHER (PB) field (available 
for records published or updated in Chemical Abstracts after December 
26, 1996), unless otherwise indicated in the original publications. 

FILE CONTENT:1840 - 14 Jun 2009 VOL 150 ISS 25 

New CAS Information Use Policies, enter HELP USAGETERMS for details. 



CASREACT now has more than 16.5 million reactions 



::A3REA::t conrains reactions from CAS and from: ZIC/VINITI database 
(1974-1999) provided by InfoChem; INPI data prior to 1986; 
Biotransformations database compiled under the direction of 
Professor Dr. Klaus Kieslich; organic reactions, portions copyright 
1996-2006 John Wiley & Sons, Ltd., John Wiley and Sons, Inc., 
Organic Reactions Inc., and Organic Syntheses Inc. Reproduced under 
license. All Rights Reserved. 

This file contains CAS Registry Numbers for easy and accurate substance 
identification. 



SAMPLE SEARCH INITIATED 11:44:42 FILE 'CASREACT' 
SCREENING COMPLETE - 73692 REACTIONS TO VERIFY FROM 

6.81 DONE 5000 VERIFIED 13 HIT RXNS 

INCOMPLETE SEARCH (SYSTEM LIMIT EXCEEDED) 
SEARCH TIME: 00.00.06 

FULL FILE PROJECTIONS: ONLINE "INCOMPLETE** 

BATCH **COMPLETE** 
PROJECTED VERIFICATIONS: 1458241 TO 1489439 
PROJECTED ANSWERS: 515 TO 1327 



3439 DOCUMENTS 
3 DOCS 



L2 



3 SEA SSS SAM LI ( 13 REACTIONS) 



=> S 11 SSS full 

FULL SEARCH INITIATED 11:44:52 FILE 'CASREACT' 

SCREENING 

SCREENING CCWLETE - 1494976 REACTIONS TO VERIFY F 

31.61 DONE 472795 VERIFIED 763 HIT RXNS 

55.81 DONE 833953 VERIFIED 1283 HIT RXNS 

66.9^ DONE 1000000 VERIFIED 1474 HIT RXNS 
INCOMPLETE SEARCH (SYSTEM LIMIT EXCEEDED) 
SEARCH TIME: 00.01.11 

FULL FILE PROJECTIONS: ONLINE **INCOMPLETE** 

BATCH **COMPLETE** 
PROJECTED VERIFICATIONS: 1494976 TO 1494976 
PROJECTED ANSWERS: 562 TO 712 

L3 317 SEA SSS FUL LI ( 1474 REACTIONS) 

=> s 13 and pinacol 

1580 PINACOL 
154 PINACOLS 
1613 PINACOL 

(PINACOL OR PINACOLS) 
L4 11 L3 AND PINACOL 

=> d 1-11 ibib hit 



L4 ANSWER 1 OF 11 CASREACT COPYRIGHT 2009 ACS on STN 



69875 DOCUMENTS 
156 DOCS 
265 DOCS 
317 DOCS 



ACCESSION NUMBER: 
TITLE: 



. PI PATE UP E: 



PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE: 
REFERENCE COUNT: 



148:308535 CASREACT «LOGINID: :20090621» 
General synthesis route to benanomicin-pradimicin 

antibiotics 

11, 111 1 , M , fit 111 111, Ilitsuru; Kate, 
•ciui, Kimi; Suzuki, Keisuke 
'kyo Institute of 
I, ::t ,v.;iia, Meguro-ku Tokyo, 



\ u 



1 20071, 13(35), 



9791- 

CODEN: CEUJED; ISSN: 0947-6539 
Wiley-VCH Verlag GmbH i Co. KGaA 
Journal 
English 

98 THERE ARE 98 CITED REFERENCES AVAILABLE FOR THIS 
RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



RX(47) OF 977 ...DS + DT ===> DU.. 




• hci 




RX(47) RCT DS 236752-00-4, DT 14316-06-4 
STAGE (1) 

RGT DV 56602-33-6 BOP reagent, 0 121-44-8 Et3N 
CON 1.5 hours, room temperature 

STAGE (2) 

RGT BV 7647-01-0 HCI 
SOL 7732-18-5 Water 

PRO DU 116249-67-3 



RX(168) OF 977 COMPOSED OF RX(50), RX(51) 



RX(168) 2 EA + 2 E 




OAc OAc OH 




N 0* 



a) 



N3 OAc 
i H 
Me X ••0. 



2 

STEPS 



* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 
RX(50) 

STAGE (11 



RGT 



1211>- 



5-4 Hsfi 
SOL 75-U5-2 I k 12 
CON 10 minut^c, mun 



. ^u^ di-hloride, EF 7783-93-9 AgC104 

111 -^^1^ 



STAGE (21 

RCT l\ 14^21 -"4-S EB .".15 -45-9 
SOL 

CON IE T\i 2i_i -1^ deg C 

iiB IKhlk -78 deg C -> -12 deg C 
SUBSTAGE(3) 25 minutes, -12 deg C 

STAGE (3! 

RGT AC 144-55-8 NaHC03 
SOL 7732-18-5 Water 

PRO EC 1007851-87-7, ED 1007851-89-9 
NTE molecular sieves used, regioselective 

RCT EC 1007851-87-7 

STAGE (1) 

RGT BV 7647-01-0 HCl, EH 1333-74-0 H2 
CAT 7440-05-3 Pd 
SOL 7732-18-5 Water, 67-56-1 MeOH 
CON 6 hours, room temperature 

STAGE (2) 

RGT CQ 1310-73-2 NaOH 

SOL 7732-18-5 Water, 67-56-1 MeOH 

CON 2 hours, room temperature 

STAGE (3) 

RGT BV 7647-01-0 HCl 

SOL 7732-18-5 Hater, 67-56-1 MeOH 

CON pH 3.5 

PRO EG 116299-57-1 



RX(332) OF 977 COMPOSED OF RX(42), RX(43), RX(44) 
RX(332) DL + 2 AM + AX ===> DP 






RX(42:i RCT DL 236751-93-2, M 108-24-7 

STAGE (1) 

CAT 1122-58-3 4-DMAP 
SOL 110-86-1 Pyridine 
CON 20 minutes, room temperature 

STAGE(2) 

RGT K 7732-18-5 Water 

PRO DN 1007851-75-3 

RX(43) RCT DN 1007851-75-3 
STAGE(l) 

RGT A\ l"l"^-4-2 iNH4)2Ce(N03)6 
SOL r :-r-^ ,irei, 75-05-8 MeCN 
CON 10 minutes, U deg C 



STAGE (2) 

RGT K 7732-18-5 Water 

PRO DO 236751-96-5 

RX(44) RCT AX 106875-55-2, DO 236751-96-5 

STAGEd! 

S>)L 1 1 - 

f' II HE I\i II d^j 

IE I\i ^i2i 2 Imur , room temperature 

STAGE C) 

RGT BD 7631-86-9 Si02 
CON SUBSTAGE(l) pH 6 

SUBSTAGE(2) 12 hours, room temperature 

STAGE (3) 

RGT E 584-08-7 K2C03 

SOL 109-99-9 THF, 75-09-2 CH2C12 

CON 2.5 hours, room temperature 

STAGE (4) 

RGT BV 7647-01-0 HCl 
SOL 7732-18-5 Water 

PRO DP 236751-98-7 

NTE Diels-Alder reaction, regioselective 

RX(335) OF 977 COMPOSED OF RX(42), RX(43), RX(44), RX(45) 
RX(335) DL + 2 AM + AX ===> DQ 




4 

STEPS 


H \ 
0 "^0 V 

W 1 


^OMe 
X Me 

// 


STAGE (4) 

RGT BV 7647-01-0 HCl 
SOL 7732-18-5 Water 

PRO DP 236751-98-7 

NTE Diels-Alder reaction, regioselective 
RX(45) RCT DP 236751-98-7 




1 r 1 

/ a/ 


■ *Ac 


STAGE (1) 

RGT CR 10294-34-5 BC13 

SOL 75-09-2 CH2:i2, 110-54-3 Hexane 

CON 30 minutes, -10 deg C 




DQ 

YIELD 991 




STAGE (2) 

RGT AC 144-55-8 NaHC03 
SOL 7732-18-5 Water 








PRO DQ 236751-99-8 




RX(42) 


RCT DL 236751-93-2, AM 108-24-7 

STAGE (1) 

CAT 1122-58-3 4-DMAP 
SOL 110-86-1 Pyridine 
CON 20 minutes, room temperature 


RX(347) OF 977 COMPOSED OF RX(48), RX(49), RX(50), RX(51) 
RX(347) 2 DU + DW + 10 AM + 2 EB ===> EG 

0 




STAGE (2) 

RGI K 7732-18-5 Water 








PRO DN 1007851-75-3 








RX(43) 


RCT DN 1007851-75-3 










STAGE (1) 

RGT AV 10139-51-2 (NH4)2Ce(N03)6 
SOL 7732-18-5 Water, 75-05-8 MeCN 
CON 10 minutes, 0 deg C 


/ V 

MeOv X\ A A A 


s Me 




STAGE (2) 

RGT K 7732-18-5 Water 




\/\/\/\/ 




RX(44! 


PRO DO 236751-96-5 

RCT AX 106875-55-2, DO 236751-S 


6-5 


r ' r 






STAGE (1) 

SOL 109-99-9 THE 

CON SUBSTAGE(l) 0 deg C 

SUBSTAGE(2) 2 hours, room temperature 


DU 






STAGE (2) 

RGT BD 7631-86-9 Si02 
CON SUBSTAGE(l) pH 6 
SUBSTAGE(2) 12 hours. 


room temperature 








STAGE (3) 

RGT E 584-08-7 K2C03 

SOL 109-99-9 THE, 75-09-2 CH2C12 

CON 2.5 hours, room temperature 








Ac Ac 




* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 

RX(48) RCT DU 116249-67-3, DW 116-11-0 
STAGE (1) 

CAT 6192-52-5 p-MeC6H4SO3H.H20 

SOL 68-12-2 DMF 

CON 18 hours, room temperature 

STAGE (2) 



RGT K 7732-18-5 Water 

STAGE (3) 

RCT AM 108-24-7 

RGT DY 7440-66-6 Zn 

SOL 110-86-1 Pyridine 

CON 10 hours, room temperature 

STAGE (4) 

RGT AD 67-56-1 MeOH 

PRO DX 1007851-83-3 
NTE regioselective 

RX(49) RCT DX 1007851-83-3 

STAGE (1) 

RGT DZ 6192-52-5 p-MeC6H4SO3H.H20 
SOL 7732-18-5 Water, 75-05-8 MeCN 
CON 2 hours, room temperature 

STAGE (2) 

RGT K 7732-18-5 Water 

PRO EA 149725-04-5 
NTE chemoselective 



STAGE (1) 

RGT EE 12116-66-4 Hafnocene dichloride, EF 7783-93-9 AgC104 

SOL 75-09-2 CH2C12 

CON 10 minutes, room temperature 

STAGE (2) 

RCT EA 149726-04-5, EB 303153-45-9 

SOL 75-09-2 CH2C12 

CON SUBSTAGE(l) -78 deg C 

SUBSTAGE(2) -78 deg C -> -12 deg C 

SUBSTAGE(3) 25 minutes, -12 deg C 

STAGE (3) 

RGT AC 144-55-8 NaHC03 
SOL 7732-18-5 Water 

PRO EC 1007851-87-7, ED 1007851-89-9 
NTE molecular sieves used, regioselective 

RCT EC 1007851-87-7 

STAGE (1) 

RGT BV 7647-01-0 HCl, EH 1333-74-0 H2 
CAT 7440-05-3 Pd 
SOL 7732-18-5 Water, 67-56-1 MeOH 
CON 6 hours, room temperature 

STAGE (21 



STAGE (3) 

RGT BV 7647-01-0 HCl 

SOL 7732-18-5 Water, 87-56-1 MeOH 

CON pH 3.5 

PRO EG 116299-57-1 



RX(473) OF 977 COMPOSED OF RX(105), RX(50), RX(51) 
RX(473) 3 HV + 3 HY + 2 EA ===> EG 



H 

4 




OAc MeO, 





* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 
RX(105) RCT HV 303153-48-2, HY 62774-34-9 
STAGE (1) 

RGT lA 516-12-1 lodosuccinimide 

CAT 1493-13-6 F3CS02H 

SOL 75-09-2 CH2C12 

CON SUBSTAGE(l) -40 deg C 

SUBSTAGE(2) 10 minutes, -78 deg C 

SUBSTAGE(3) 2 hours, -40 deg C 



STAGE (2) 

RGT AC 144-55-8 NaHC03, 
SOL 7732-18-5 Water 



! 7775-14-6 Na2(S204) 



PRO EB 303153-45-9, HZ 1007854-77-4 

NTE molecular sieves used, stereoselective 



STAGE(l) 

RGT EE 12116-66-4 Hafnocene dichloride, EF 7783-93-9 AgC104 

SOL 75-09-2 CH2C12 

CON 10 minutes, room temperature 

STAGE (2) 

RCT EA 149726-04-5, EB 303153-45-9 

SOL 75-09-2 CH2C12 

CON SUBSTAGE(l) -78 deg C 

SUBSTAGE(2) -78 deg C -> -12 deg C 

SUBSTAGE(3) 25 minutes, -12 deg C 

STAGE! 3) 

RGT AC 144-55-8 NaHC03 
SOL 7732-18-5 Water 



PRO EC 1007851-87-7, ED 1007851-89-9 
NTE molecular sieves used, regioselective 

RX(51) RCT EC 1007851-87-7 

STAGE (1) 

RGT BV 7647-01-0 HCl, EH 1333-74-0 H2 
CAT 7440-05-3 Pd 
SOL 7732-18-5 Water, 67-56-1 MeOH 
CON 6 hours, room temperature 

STAGE (2) 

RGT CQ 1310-73-2 NaOH 

SOL 7732-18-5 Water, 67-56-1 MeOH 

CON 2 hours, room temperature 

STAGE (3) 

RGT BV 7647-01-0 HCl 

SOL 7732-18-5 Water, 67-56-1 MeOH 

CON pH 3.5 

PRO EG 116299-57-1 



RX(477) OF 977 COMPOSED OF RX(104), RX(105), RX(50), RX(51) 
RX(477) 4 HS + 5 HU + 3 HY + 2 EA ===> EG 





C-NH-CH-C-OMe 




OAc OAc OH 




* STRUCTURE DIAGRAl- TOf LARGE FjR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 
RX(104) RCT HS 303153-47-1, HU 98-88-4 
STAGE (1) 

SOL 75-09-2 CH2C12, 110-86-1 Pyridine 
CON 15 hours, 0 deg C 

STAGE (2) 

RGT BT 109-55-7 Me2N(CH2)3NH2 
CON 5 minutes, 0 deg C 

PRO HV 303153-48-2, HW 1007854-68-3, HX 1007854-71-8 

RX(105) RCT HV 303153-48-2, HY 62774-34-9 



STAGE (1) 

RGT lA 516-12-1 lodosuccinimide 

CAT 1493-13-6 F3CS02H 

SOL 75-09-2 CH2C12 

CON SUBSTAGE(l) -40 deg C 

SUBSTAGE(2) 10 minutes, -78 deg C 
SUBSTAGE(3) 2 hours, -40 deg C 



STAGE (2) 

RGT AC 144-55-8 NaHC03, 

SOL 773248-5 Water 



) 7775-14-6 Na2(S204) 



PRO EB 3r315> 
NTE molecular 



5-9, HZ 101735,-^7-4 
deves used, stereoselective 



STAGE (1) 

RGT EE 12116-66-4 Hafnocene dichloride, EF 7783-93-9 AgC104 

SOL 75-09-2 CH2C12 

CON 10 minutes, room temperature 

STAGE (2) 

RCT EA 149726-04-5, EB 303153-45-9 

SOL 75-09-2 CH2C12 

CON SUBSTAGE(l) -78 deg C 

SUBSTAGE(2) -78 deg C -> -12 deg C 

SUBSTAGE(3) 25 minutes, -12 deg C 

STAGE (3) 

RGT AC 144-55-8 NaHC03 
SOL 7732-18-5 Water 

PRO EC 1007851-87-7, ED 1007851-89-9 
NTE molecular sieves used, regioselective 

RCT EC 1007851-87-7 

STAGE (1) 

RGT BV 7647-01-0 HCl, EH 1333-74-0 H2 
CAT 7440-05-3 Pd 
SOL 7732-18-5 Water, 67-56-1 MeOH 
CON 6 hours, room temperature 

STAGE (2) 

RGT CQ 1310-73-2 NaOH 

SOL 7732-18-5 Water, 67-56-1 MeOH 

CON 2 hours, room temperature 

STAGE (3) 

RGT BV 7647-01-0 HCl 

SOL 7732-18-5 Water, 67-56-1 MeOH 

CON pH 3.5 

PRO EG 116299-57-1 



RX(705) OF 977 COMPOSED OF RX(42), RX{43), RX(44), RX(45), RX(46) 
RX(705) DL + 2 AM + AX ===> DS 




5 

STEPS 




RX(42) RCT DL 236751-93-2, AM 108-24-7 

STAGE (1) 

CAT 1122-58-3 4-DMAP 
SOL 110-86-1 Pyridine 
CON 20 minutes, room temperature 

STAGE (2) 

RGT K 7732-18-5 Water 

PRO DN 1007851-75-3 

RX(43) RCT DN 1007851-75-3 

STAGE (1) 

RGT AV 10139-51-2 (NH4)2Ce(N03)6 
SOL 7732-18-5 Water, 75-05-8 MeCN 
CON 10 minutes, 0 deg C 

STAGE (2) 



RGT K 7732-18-5 Water 
PRO DO 236751-96-5 

RX(44) RCT AX 106875-55-2, DO 236751-96-5 

STAGE (1) 

SOL 109-99-9 THF 

CON SUBSTAGE(l) 0 deg C 

SUBSTAGE(2) 2 hours, room temperature 

STAGE(2) 

RGT BD 7631-86-9 Si02 
CON SUBSTAGE(l) pH 6 

SUBSTAGE(2) 12 hours, room temperature 

STAGE (3) 

RGT E 584-0e-7 K2Cj3 

SOL 109-99-9 i;ff, ^5-03-: :h:c_2 

CON 2.5 hours, room temperature 

STAGE (4) 

RGT BV 7647-01-0 HCl 
SOL 7732-18-5 Water 

PRO DP 236751-98-7 

NTE Diels-Alder reaction, regioselective 

RX(45) RCT DP 236751-98-7 

STAGE (1) 

RGT DR 10294-34-5 BC13 

SOL 75-09-2 CH2C12, 110-54-3 Hexane 

CON 30 minutes, -10 deg C 

STAGE (2) 

RGT AC 144-55-8 NaHC03 
SOL 7732-18-5 Water 



PRO DQ 236751-99-8 

RX(46) RCT DQ 236751-99-8 

STAGE (1) 

RGT ^ 1 1"-T -2 111 H 

SOL 1 2-r-^ II ^ 

CON I B la lE 1 2 ^ .1 uis, 70 deg C 

"UBSTAiE 2 T' ieg C -> room temperature 

STAGE (2) 

RGT BV 7647-01-0 HCl 
SOL 7732-18-5 Water 
CON acidify 

PRO DS 236752-00-4 



RX(710) OF 977 COMPOSED OF RX(42), RX{43), RX(44), RX(45), RX(46), RX(47) 
RX(710) DL + 2 AM + AX + DT ===> DU 




• hci 



STEPS 




RX(42) RCT DL 236751-93-2, AM 108-24-7 

STAGE (1) 

CAT 1122-58-3 4-DMAP 
SOL 110-86-1 Pyridine 
CON 20 minutes, room temperature 

STAGE (2) 

RGT K 7732-18-5 Water 

PRO DN 1007851-75-3 

RX(43) RCT DN 1007851-75-3 

STAGE (1) 

RGT AV 10139-51-2 (NH4)2Ce(N03)6 



SOL 7732-18-5 Water, 75-05-8 MeCN 
CON 10 minutes, 0 deg C 

STAGE (2) 

RGT K 7732-18-5 Water 

PRO DO 236751-96-5 

RCT AX 106875-55-2, DO 236751-96-5 

STAGE (1) 

SOL 109-99-9 THF 

CON SUBSTAGE(l) 0 deg C 

SaBSTAGE(2) 2 hours, room temperature 

STAGE (2) 

RGT BD 7631-86-9 Si02 
CON SUBSTAGE(l) pH 6 

SUBSTAGE(2) 12 hours, room temperature 

STAGE (3) 

RGT E 584-08-7 K2C03 

SOL 109-99-9 THF, 75-09-2 CH2C12 

CON 2.5 hours, room temperature 

STAGE (4) 

RGT BV 7647-01-0 HCl 
SOL 7732-18-5 Water 

PRO DP 236751-98-7 

NTE Diels-Alder reaction, regioselective 

RCT DP 236751-98-7 

STAGE (1) 

RGT DR 10294-34-5 BC13 

SOL 75-09-2 CH2C12, 110-54-3 Hexane 

CON 30 minutes, -10 deg C 

STAGE(2) 

RGT AC 144-55-8 NaHC03 
SOL 7732-18-5 Water 

PRO DQ 236751-99-8 

RCT DQ 236751-99-8 

STAGE (1) 

RGT CQ 1310-73-2 NaOH 

SOL 7732-18-5 Water 

CON SUBSTAGEd) 2.5 hours, 70 deg C 

SUBSTAGE(2) 70 deg C -> room temperature 

STAGE (2) 

RGT BV 7647-01-0 HCl 
SOL 7732-18-5 Water 
CON acidify 

PRO DS 236752-00-4 

RCT DS 236752-00-4, DT 14316-06-4 



STAGE (1) 

RGT DV 56602-33-6 BOP reagent, 0 121-44-8 Et3N 
CON 1.5 hours, room temperature 

STAGE (2) 

RGT BV 7647-01-0 HCl 
SOL 7732-18-5 Water 

PRO DU 116249-67-3 



RX(725) OF 977 COMPOSED OF RX(47), RX(48), RX(49), RX(50), RX(51) 
RX(725) 2 DS + 2 DT + DW + 10 AM + 2 EB ===> EG 





Me * ~Y Me 



• hci 



Y 



• hCI CH2 Ac Ac 

DT DW 10 AM 




* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 
RX(47! RCT DS 236752-00-4, DT 14316-06-4 
STAGE (1) 

RGT DV 56602-33-6 BOP reagent, 0 121-44-8 Et3N 
CON 1.5 hours, room temperature 

STAGE (2) 

RGT BV 7647-01-0 HCI 
SOL 7732-18-5 Water 

PRO DU 116249-67-3 

RX(48) RCT DU 116249-67-3, DW 116-11-0 
STAGE (1) 

CAT 6192-52-5 p-MeC6H4SO3H.H20 



SOL 68-12-2 DMF 

CON 18 hours, room temperature 

STAGE (2) 

RGT K 7732-18-5 Water 

STAGE (3) 

RCT AM 108-24-7 

RGT DY 7440-66-6 Zn 

SOL 110-86-1 Pyridine 

CON 10 hours, room temperature 

STAGE (4) 

RGT AD 67-56-1 MeOH 

PRO DX 1007851-83-3 
NTE regioselective 

RX(49) RCT DX 1007851-83-3 

STAGE (1) 

RGT DZ 6192-52-5 p-MeC6H4SO3H.H20 
SOL 7732-18-5 Water, 75-05-8 MeCN 
CON 2 hours, room temperature 

STAGE(2) 

RGT K 7732-18-5 Water 

PRO EA 149726-04-5 
NTE chemoselective 



STAGE (1) 

RGT EE 12116-66-4 Hafnocene dichloride, EF 7783-93-9 AgC104 

SOL 75-09-2 CH2C12 

CON 10 minutes, room temperature 

STAGE(2) 

RCT EA 149726-04-5, EB 303153-45-9 

SOL 75-09-2 CH2C12 

CON SUBSTAGE(l) -78 deg C 

SUBSTAGE(2) -78 deg C -> -12 deg C 

SUBSTAGE(3) 25 minutes, -12 deg C 

STAGE (3) 

RGT AC 144-55-8 NaHC03 

SOL 7732-18-5 Water 

PRO EC 10r7P51-87-7, ED 1007851-89-9 
NTE molecular sieves used, regioselective 



RX(51) RCT EC 1007851-87-7 



STAGE (1) 

RGT BV 7647-01-0 HCI, EH 1333-74-0 H 
CAT 7440-05-3 Pd 
SOL 7732-18-5 Water, 67-56-1 MeOH 
CON 6 hours, room temperature 

STAGE (2) 





RGT CQ 1310-73-2 NaOH 


(regio- and stereoselective total synthesis of benanomicin-pradimicin 




SOL 7732-18-5 Water, 67-56-1 MeOH 


antibiotics via diastereoselective ring-opening, semi-pinacol 




CON 2 hours, room temperature 


cyclization, and glycosylation) 
IT 93-02-7P, 2,5-Dimethoxybenzaldehyde 1B24-94-8P, Methyl 




STAGE (3) 


p-D-Galactopyranoside 10368-78-2P 22435-34-3P 25932-95-OP 




RGT BV 7647-01-0 HCl 


42214-"4-"E 


'JlT9_92-np M552-0fi-3P 116249-6T-3P 141116-05-4P 




SOL 7732-18-5 Water, 67-56-1 MeOH 




14n2>-il4-SP 1^2":7-n^-7p iS2(n-iiS-9P 157188-14-2P 




CON pH 3.5 


2'ns_ - SE 
- - - 


2 iiq 4" i: 2 1^1 42 IE 2 'l^l 4^ 4E 236751-48-7P 
- - - .36751-78-3P 




PRw EG llu^99-57-l 


2 >1S ■'2 IF 


2 ^> ^11-} F 2 T^l 1 2F 236751-96-5P 


AB 


A gpnpril aij.i 1 f tl i ji i 1 t i 1 ti total synthesis of 


2367^1-9^-11 


2 im ll ' 2 T 2 F 2 l^"- " F 236755-05-8P 




the benanomicii.-j.radi:iii:i:i jii:.iDi:;it_c:i B|.A:-;! is described. Construction 


303153-45-9P 


" 1^ 4' " b 4' J ' 1^ 4^ 2E 58359-37-2P 




of thp agly i 1 i i 1 1 tl 1 t i o ele^'tive 


464171-71-9P 


- 4'>n-'>l-^- 42 -T - E ''i 42 -14-lE 3fi3423-75-0P 




rin] Dppninj tliillti iijF liilii hiral 


863423-83-OP 


3dj42'-^4-1P 8'. 42-^5-21 ^'42 4E ^n3423-88-5P 




nucleophile and [li tht- ^: ^'ii i^.l.^^: -^i.i-i'.,ia,.i'] 


863423-89-6P 


863423-90-9P 1007851-31-lP 1007851-51-5P 




c/cli ation of th 1 1 1 11 i iii ii t j ^ ^ - i 


1007851-54-8P 


1007851-56-OP in07851-5?-2P Idin^q-lS-IE 




BF^ OEt ind i jr t I ui i t i 1 tl AB [ t tii li mnimj intected 


1007851-83-3P 


1007851-87-7P 1007852-39-2P 1007852-44-9P 




diol III (R = CH2Ph). This strategy enabled us to control the two 


1007852-49-4P 


1007852-52-9P 1007852-56-3P 1007852-59-bP 




stereogenic sites m the B ring (C-5 and C-o) and the legio&elective 


1007852-62-lP 


1007852-69-8P 1007852-82-5P 1007852-94-9P 




intiuduutiun ut tlif udibulivdidte muistv. The AB'„D tetracycle could serve 


1007853-25-9P 


1007853-31-7P 1007853-42-OP 1007853-47-5P 




db d.i _Jed^ }_ldttuim tui ,_lie Ji,'e:gji,_ acLetb tu vdrious BpAs . The amino 


1007853-53-3P 


1007853-60-2P 1007854-35-4P 1007854-58-lP 




dil III nil I t 1 BEttid ycle Glycosylation 


1007854-81-PP 


1C07854-93-4P 1007854-97-8P 1007855-01-7P 




V d } 1 m t 1 L tl ml 11 dti I 1 H i 1 Aj Tf (1 '' ratio) . 


1009072-94-9P 


1C09072-97-2P 1009072-99-4P 1009073-01-lP 




C r tiu tl I t tl E 111 g t 11 11 1 li t ti i mjl t d the first 


1009073-06-6P 


lr!J9n73-10-2P 1009073-13-5P 1009073-19-lP 




totdl svnthesis ot benanomiuin A. bendnuinii„in B, dnd piddimicin A. The 


1009073-22-6P 


lr09073-24-8P 




luute lb flexible enough tu dlluw the bynthebib ot other congeners 


RL: RCT (Reactant); SPN (Synthetic preparation); PREP (Preparation); RACT 




ditteimg m then dininu dcid diid udibuhvdrate moieties. 


(Reactant or reagent) 


ST 


jjKiidiiumiuiii piddimiLan dntibiutiu bviitheais diastereoselective ring 


(regio- and stereoselective total synthesis of benanomicin-pradimicin 




opening pind^ul ^^^li^ation^ rcgioseleutive stereoselective 


antibiotics via diastereoselective ring-opening, semi-pinacol 




syntnesis Denanomicin praaimicin antiDioiiic 


cyclization, and glycosylation) 




Glycosylation 


IT 116249-65-lP 


116299-57-lP 135819-17-9P 863423-76-lP 863423-77-2P 




Stereoselective synthesis 


1007851-45-7P 


1007851-60-5P 1007852-35-8P 1007853-03-3P 




(regio- and stereoselective total synthesis of benanomicin-pradimicin 


1007854-02-5P 


1007854-06-9P 1007854-12-7P 1007854-16-lP 




antibiotics via diastereoselective ring-opening, semi-pinacol 


1007854-20-7P 


1007854-23-OP 1007854-31-OP 1007854-77-4P 




cyclization, and glycosylation) 


1009075-12-OP 






Cyclization 


RL: SPN (Synthetic preparation); PREP (Preparation) 




(semi-pinacol; regio- and stereoselective total synthesis of 


(regio- and stereoselective total synthesis of benanomicin-pradimicin 




benanomicin-pradimicin antibiotics via diastereoselective ring-opening. 


antibiotics via diastereoselective ring-opening, semi-pinacol 




semi-pinacol cyclization, and glycosylation) 


cyclization, and glycosylation) 


IT 


Ring opening 

(stereoselective; regio- and stereoselective total synthesis of 








benanomicin-pradimicin antibiotics via diastereoselective ring-opening. 
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TITLE: 
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RL: BYP (BypiouuLt:; rRiF iriepdiation) 
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(regio rlti Iti ttl synthesis of 1 r nmi in pialimicin 
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IT 
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REFERENCE COUNT: 


38 THERE ARE 38 CITED REFERENCES AVAILABLE FOR THIS 




(-)-Camphanic chloride 62774-34-9 64715-88-4 77924-28-8 




RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 




106875-55-2 112245-13-3 152039-10-6 863423-82-9 1007852-86-9 








RL: RCT ( React ant ) ; RACT (Reactant or reagent) 









RCT W 943151-36-8 

STAGE (1) 

RGI AN 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 
CON SUBSTAGE(l) -78 deg C -> 0 deg 
SUBSTAGE(2) 3 hours, 0 deg C 

STAGE (2) 

RGT AO 144-55-8 NaHC03 
SOL 7732-18-5 Water 
CON room temperature 

PRO AM 943151-37-9 
NTE stereoselective 





RX(14) RCT AC 943151-48-2 

STAGE (1) 

RGI AN 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 
CON SUBSTAGE(l) -78 deg C -> 0 deg C 
SUBSTAGE(2) 1 hour, 0 deg C 

STAGE! 2) 

RGT AO 144-55-8 NaHC03 
SOL 7732-18-5 Water 
CON room temperature 

PRO AP 943151-53-9, AQ 943151-60-8 
NTE stereoselective 





RX(15) RCT AE 943151-49-3 



STAGE (1) 

RGT AN 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 
CON SUBSTAGE(l) -78 deg C 
SUBSTAGE(2) 3 hours, 0 

STAGE (2) 

RGT AO 144-55-8 NaHC03 
SOL 7732-18-5 Water 
CON room temperature 



i 9,3 



i:-54-C 



NTE stereoselective 





STAGEdi 

RGT AN 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 
CON SUBSTAGE(l) -78 deg C - 
SUBSTAGE(2) 1.5 hours, 

STAGE (2) 

RGT AO 144-55-8 NaHC03 
SOL 7732-18-5 Water 
CON room temperature 

PRO AS 943151-55-1 
NTE stereoselective 





RX(17) RCT AJ 943151-51-7 

STAGE(l) 

RGT AN 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 
CON SUBSTAGE(l) -78 deg C -> 0 deg C 
SUBSTAGE(2) 2 hours, 0 deg C 

STAGE (2) 

RGT AO 144-55-8 NaHC03 
SOL 7732-18-5 Water 
CON room temperature 

PRO AT 943151-56-2 
NTE stereoselective 





(18) 



RCT AL 943151-52-8 

STAGE (1) 

RGT AN 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 






RX(21) RCT AA 943151-3 



STAGE (1) 

RGT AN 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 
CON SUBSTAGE(l) -78 deg C -> 
SUBSTAGE(2) 5 hours, 0 d 

STAGE(2) 

RGT AO 144-55-8 NaHC03 

SOL 7732-18-5 Water 

CON room temperature 

PRO AM 943151-37-9 
NTE stereoselective 




RX(24) RCT AL 943151-52-8 

STAGE (1) 

RGT BA 10210-68-1 Co2(CO)8 

SOL 75-09-2 CH2C12 

CON 2 hours, room temperature 

STAGE (2) 

RGT AN 109-63-7 BF3-Et20 

SOL 75-09-2 CH2C12 

CON SUBSIAGE(l) -78 deg C 

SUBSTAGE(2) -78 deg C -> 0 deg C 
SUBSTAGE(3) 5 hours, 0 deg C 

STAGE (3) 

RGT AO 144-55-8 NaHC03 
SOL 7732-18-5 Water 
CON 0 deg C 

PRO AU 943151-57-3, AZ 943151-63-1 
NTE stereoselective 



RX(26) OF 105 ...2 BC ===> BG + BH 







(acid| stereocontrolled approach to angular stereogenic centers on 


Ph 0 N 0 Ph 0 N 0 




isoxazole-pinacol rearrangement) 


IT 


Addition reaction 

[nucleopnilic^ stereocontrolled approach to angular stereogenic centers 

on isoxazole-pinacol rearrangement) 




II 


Rearrangement 

(pinacol; stereocontrolled approach to angular stereogenic 
centers on isoxazole-pinacol rearrangement) 


Ik /I* OH 1* L CMe2 

0 ^CMe2 0 ^ 


IT 


AUylation 

Asyninietric synthesis dnd induction 




Molecular shape 


_(261 BG 
2 BC y" YIELD 941 




Nucleophiles 




(stereocontrolled approach to angular stereogenic centers on isoxazole- 




pinacol rearrangement I 




IT 


Addition reaction 

(stereoselective; sterec>c::>n:rolled approach to angular stereogenic 
centers on isoxazole-pinacol rearrangement) 




IT 


yfioiji-oi-;?r y^jiji-uz-ur 

RL; SPN (Synthetic preparation) ; PREP (Preparation) 






(racemates; stereocontrolled approach to angular stereogenic centers on 




isoxazole-pinacol rearrangement) 




IT 


943151-47-lP 943151-59-5P 943151-60-8P 943151-63-lP 

RL: BYP (Byproduct); PREP (Preparation) 

(stereocontrolled approach to angular stereogenic centers on isoxazole- 
pinacol rearrangement) 




IT 


10210-68-1 


r l,,^ ,CMe2 
0 ^ 

BH 




RL: PEP (Physical, engineering or chemical process); RCT (Reactant) ; RGT 




(Reagent); PROC (Process); RACT (Reactant a reagent) 

(stereocontrolled approach to angular stereogenic centers on isoxazole- 
pinacol rearrangement) 




IT 


y4oiji-jo-/r y4jiOi-jD-or y^jlOi-oo-Ur y^jioi-jy-ir y4oioi-4z-Dr 
943151-44-8P 943151-45-9P 943151-46-OP 943151-48-2P 943151-49-3P 

y^ljljl-jU-Dr yfljljl-jl- /r y^jljl-jZ-tJr 

RL: PRP (Properties); RCT (Reactant); SPN (Synthetic preparation); PREP 






(Preparation) ; RACT (Reactant or reagent) 

(stereocontrolled approach to angular stereogenic centers on isoxazole- 


STAGE (1) 




pinacol rearrangement) 


RGT AN 109-63-7 BF3-Et20 


IT 


Q/niRI QD Q/ni R1 /I fl ATI Q,ni R1 RT QD Q/ITIRI R/1 HD Q/IQIRI RR ID 

y4JlOi-J/-yr y4Jlol-4U-4r yiJl3i-5j-yr y4Jl3l-34-Ur y4ol51-35-lr 


SOL 75-09-2 CH2C12 




Q/niRI R^: OD Q/1Q1R1 RT QD QylQI R1 RQ /ID 


CON SUBSTAGE(l) -78 deg C 




RL: PRP (Properties); SPN (Synthetic preparation); PREP (Preparation) 


SUBSTAGE(2) -78 deg C -> 0 deg C 




(stereocontrolled approach to angular stereogenic centers on isoxazole- 


SUBSTAGE(3) 0.5 hours, 0 deg C 




pinacol rearrangement) 




IT 


92-52-4, Biphenyl, reactions 100-39-0, Benzyl bromide 109-72-8, 


STAGE (2) 




n-Butyl lithium, reactions 110-00-9, Furan 503-60-6, 


RGT AO 144-55-8 NaHC03 




l-Chloro-3-methyl-2-butene 603-76-9, N-Methylindole 693-02-7, 1-Hexyne 


SOL 7732-18-5 Water 






LUfj u ueg L 




z4I/-9j-u, 4-Methylphenyllithiuni j96j/-/4-6, (-)-Camphanic chloride 
577975-53-2 






RL: RCT (Reactant); RACT (Reactant or reagent) 


TI Isoxazole-directed pinacol rearrangement : stereocontrolled 




(stereocontrolled approach to angular stereogenic centers on isoxazole- 


approach to aii'juldi steiej'jeiiiL. ueiite^s 




pmdcol rearrangement ) 


AB Underappreciated -ii.J .i^ f, '^'.i, i -i.^Ad, u.^- ^\t^i^ '..i^...: -t 






stabilizing ij, l-3.1i;:i;:- . iJl,T iL'^l^L, e.\|j^u^._e'J ±l. a IL^Ljul; ^u: 




r.; _ . ; . ynthetic preparation) ; PREP (Preparation); RACT 


tlo -t^ip it 1 1 iiti h 1 1 ii: mjuiii ut'.tita^iit', i-. tnund in 




iReactant or reagent) 


1 1 1 1 1 1 cli natural products, such as 1. In a two-step 
11 , t 1 ti e addition of a nucleophile to the ketol 2 is 




(stereocontrolled approach to angular stereogenic centers on isoxazole- 
pinacol rearrangement) 




t 11 1 1^ 1 and stereospecific pinacol rearrangement. 


IT 


943151-43-7 


Bn = benzvi; R = allyl, aryl, heteroaryl, vinyl. 




RL: RGT (Reagent); RACT (Reactant or reagent) 


ST 1 \ L {inr 1 rearrangement stereocontrol angular 




(stereocontrolled approach to angular stereogenic centers on isoxazole- 


stereogenic center 




pinacol rearrangement) 


IT Racemization 
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STAGE (1) 

RGT AP 67-68-5 DMSO, AQ 79-37-8 (C0C1)2 

SOL 75-09-2 CH2C12 

CON 10 minutes, -78 deg C 

STAGE (2) 



RCT BC 871268-88-1 
SOL 75-09-2 CH2C12 
CON 1 hour, -78 deg C 

STAGE (3) 

RGT P 121-44-8 Et3N 

CON -78 deg C -> room temperature 

PRO A 871268-89-2 

NTE yield over two stages is 591, Swern oxidation 



RX(36) OF 300 COMPOSED OF RX(14), RX(1) 
RX(36) 2 BC ===> B + C 






RGT AP 67-68-5 DMSO, AQ 79-37-8 (C0C1)2 

SOL 75-09-2 CH2C12 

CON 10 minutes, -78 deg C 

STAGE (2) 

RCT BC 871268-88-1 
SOL 75-09-2 CH2C12 
CON 1 hour, -78 deg C 

STAGE (3) 

RGT P 121-44-8 Et3N 

CON -78 deg C -> room temperature 

PRO A 871268-89-2 

NTE yield over two stages is 591, Swern oxidation 

RX(1) RCT A 871268-89-2 

STAGE (1) 

RGT D 5707-04-11 PhSeCl 

CAT 7647-01-0 HCl 

SOL 141-78-6 A=OEt 

CON 6 hours, room temperature 

STAGE (2) 

RGT E 7732-18-5 Water 
CON room temperature 

STAGE (3) 

RGT F 110-86-1 Pyridine, G 7722-84-1 H202 
SOL 7732-18-5 Water, 75-09-2 CH2C12 
CON 10 minutes, room temperature 

PRO B 871268-70-1, C 871268-90-5 

NTE yield over 16 steps from the benzhydryldimethylsilyl substituted 
allene is 21 

ST asym synthesis AB subunit angelmicin formal three component coupling; THF 
prepn stereoselective annulation allylsilane aldehyde intramol aldol 
pinacol 

IT Coupling reaction 

(pinacol; synthesis of the A-B subunit of angelmicin B via) 
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Al 20061122 




EP 2005-720958 


20050310 
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RX(2) OF 3 ...C ===> I 



,Si^ 
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TITLE: Preparation of polycyclic ketones having 

anthraisoxazole structure by pinacol 
rearrangement of diols 
Suzuki, Keisuke 

Japan Science and Technology Agency, Japan 
Jpn. Kokai Tokkyo Koho, 19 pp. 
CODEN: JKXXAF 
Patent 
Japanese 



INVENTOR (S) : 
PATENT ASSIGNEE (S): 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 
FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 



PATENT NO. 



JP 2005255592 
JP 4219289 



A 20050922 
B2 20090204 



.Jtt'PLICATION NO. DATE 
JP 2004-67741 20040310 




RX(2) RCT C 864951-74-6 

STAGE (1) 

RGT J 109-63-7 BF3-Et20 
SOL 75-09-2 CH2C12 
CON 30 minutes, 0 deg C 

STAGE (2) 

RGT K 144-55-8 NaHC03 
SOL 7732-18-5 Water 

PRO I 864951-75-7 

TI Preparation of polycyclic ketones having anthraisoxazole structure by 

pinacol rearrangement of diols 
ST oxotetrahydroanthraisoxazole prepn; 

tollyldihydroxytetrahydroanthraisoxazole pinacol rearrangement 

Lewis acid catalyst 
IT Sulfonic acids, uses 

RL: CAT (Catalyst use); USES (Uses) 

(alkanesulfonic; preparation of polvcvclic ketones having anthraisoxazole 
structure by catalytic pmacol-type rearrangement of diolsj 
IT Rearrangement 



rim- 1, irepdidtiDr ct [cl 
structure by catalytic pinacol-t 
M p , li^pirdtion 

; D'F : Industrial manufacture:; s 



L 1 \i nle 



/die 



rlic k^: 



:alyt 



;ol-t 



II P^ai.mj^-m^nt if A f 

ll^laljtl I t 1 1 li k t I 1 
catalytic pinacol-type rearrangement ot diols) 
II Acids, uses 

Carboxylic acids, uses 
Lewis acids 

RL: CAT (Catalyst use); USES (Uses) 



diols) 



1 tlraisoxazole 

Mt of diols) 



iraisoxazole structure by 



(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pinacol-type rearrangement of diols) 
106-38-7, 4-Bromotoluene 
RL: RCT (Reactant); RACT (Reactant or reagent) 

(lithiation of; preparation of polycyclic ketones having anthraisoxazole 

structure by catalytic pinacol-type rearrangement of diols) 
109-63-7, Boron trifluoride-diethyl ether complex 7647-01-0, 
Hydrochloric acid, uses 
RL: CAT (Catalyst use); USES (Uses) 

(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pmacol-type rearrangement of diols) 
864951-74-6P 

RL: IMF (Industrial manufacture); RCT (Reactant); SPN (Synthetic 
preparation) ; PREP (Preparation) ; RACT (Reactant or reagent) 

(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pinacol-type rearrangement of diols) 

86495:-TS-7P 

RL: IM (Incustriil manufacture); SPN (Synthetic preparation); PREP 
( Prep. rat _ or.) 

(preparation of polycyclic ketones having anthiai ixaznl^ tiucture by 

catalytic pinacol-type rearrangement of diols i 
60-29-7, Diethyl ether, uses 64-17-5, Ethanol, u - ' ' -1, IWhanol, 

uses 67-64-1, Dimethyl ketone, uses 67-6d- , ' hi m, u - 

68-12-2, N,N-Dimethylformamide, uses 71-43-2, B^nz^ i^, 15-01-4, 
Chloroethylene, uses 75-05-8, Acetonitrile, u ^ 
Dichloromethane, uses 108-88-3, Toluene, uses 109-99-9, 
Tetrahydrofuran, uses 110-71-4, 1,2-Dimethoxyethane 123-91-1, 
1,4-Dioxane, uses 7732-18-5, Water, uses 25323-30-2, Dichloroethylene 
RL: NUU (Other use, unclassified); USES (Uses) 

(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pinacol-type rearrangement of diols) 
864951-73-5 

RL: RCT (Reactant); RACT (Reactant or reagent) 

(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pinacol-type rearrangement of diols) 
2417-95-OP, p-Tolyllithium 

RL: RCT (Reactant); SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(preparation of polycyclic ketones having anthraisoxazole structure by 

catalytic pinacol-type rearrangement of diols) 
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To seek an approach toward the chemical conversion of 

C19-diterpenoid alkaloids to taxoids 

Wang, Feng-Peng; Xu, Liang 

Department of Chemistry of Medicinal Natural Products, 

West China College of Pharmacy, Sichuan University, 

Chengdu, 610041, Peop. Rep. China 

Tetrahedron (2005), 61(8), 2149-2167 

CODEN: TETRAB; ISSN: 0040-4020 

Elsevier B.V. 

Journal 

English 
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RX(58) OF 154 COMPOSED OF RX(26), RX(27) 
RX(58) BH + AU ===> BK 




\\// 



STEPS 




RCT BH 286838-49-1, AU 124-63-0 

PRO BJ 481687-46-1 

SOL 110-86-1 Pyridine 

CON 1,5 hours, room temperature 

NTE regioselective 

RCT BJ 481687-46-1 

RGT AT 1310-73-2 NaOH 

PRO BK 481687-47-2 

SOL 68-12-2 DMF 

CON 30 minutes, reflux 

NTE key step, semipinacol rearrangement 



RX(93) OF 154 COMPOSED OF RX(26), RX(27), RX(28) 
RX(93) BH + AU ===> BM 




W// 

^^ 

CH2-0Me CI CH3 3 

STEPS 

AU > 




RCT BH 286838-49-1, AU 124-63-0 

PRO BJ 481687-46-1 

SOL 110-86-1 Pyridine 

CON 1.5 hours, room temperature 

NTE regioselective 

RCT BJ 481687-46-1 

RGT AT 1310-73-2 NaOH 

PRO BK 481687-47-2 

SOL 68-12-2 DMF 

CON 30 minutes, reflux 

NTE key step, semipinacol rearrangement 

^ BF ] 1 il 2 



CAT 1 i 

SOL Til 

C N 1 1 ui , 1 m t mperature 
This study, as a part of conversion of the C19-diterpenoid alkaloids to 
the taxoids, described the search of a suitable route to the key 
irtPim^iiitA til ujl t ui nuriip In tl ^ hp, r^w and efficient 
an --B t 111 1 tpi ttlp ltd iitpinipliitPS I (R = H) 

a P - ;\ 1 I 1 1 1 1 Tl ^ k^ t^i II t ^ jnthesis include 
the use of a semi-pinacol rearrangement, carbon-nitrogen bond 
cleavage, and HI04 oxidative bond cleavages. 



IT Rearrangement 

(pinacol, semi-pinacol rearrangement; chemical 
conversion of C19-diterpenoid alkaloids to taxoids) 
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rtl-p ill ly Ian quit ipere ith 
I t iti 1 titui J 1 1 ti/it itl le [ t t Botrytis 



Rac 



Fac 
Jiji 



irlos 



■::oiiad 



Isi 



. Lit 



Lntes 



, Universidad Autonoma de ban Luis Potosi, San 
Luis Potosi, 78210, Hex. 

Revista de la Sociedad Quimica de Mexico (2004), 
48(1), 58-66 

CODEN: RSQMAN; ISSN: 0583-7693 
Sociedad Quimica de Mexico 
Journal 
Spanish 

19 THERE ARE 19 CITED REFERENCES AVAILABLE FOR THIS 
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RX(4) OF 33 2 M ===> E + N.. 





RCT M 99805-54-6 



STAGE (1) 

SOL 108-88-3 PhMe 



STAGE(2) 

RGT 0 603-35-0 PPh3 

STAGE (3) 

CAT 1972-28-7 Et02CN:NC02Et 
SOL 75-09-2 CH2C12 

PR E ' 4 7 <8 1, N 248918 62 9 

iterpenes with isocaryolane skeleton represent potential antifungal 

I u tl I a tiu tuial inilaiity to the phytotoxic 
lt}iu l^it I] lai olanes with 

I a' it at 1 1 1 1 1 1 airangpmpnt of caryophyllene 

ai 1 1 1 1 1 11 I 1111 aryolane 

II 1 t 1 11 I I t 1 howed 



IS 1 lal |Ult 11 1 1 I i II 1 1 

fungicidal activity 
Rearrangement 

(pinacol; synthesis of isocaryolane sesquiterpenes with 
potential antifungal activity with respect to Botrytis cinerea) 



L4 ANSWER 7 OF 11 CASREACT COPYRIGHT 2009 ACS on STN 



ACCESSION NUMBER: 
TITLE: 



AUTHOR (S): 
CORPORATE SOURCE: 



DOCUMENT TYPE: 
LANGUAGE: 
REFERENCE COUNT: 
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Intramolecular chromium (II) -catalyzed pinacol 

cross coupling of 

2-methylene-a,ffl-dicarbonyls 

Groth, Ulrich; Jung, Marc; Vogel, Till 

Fachbereich Chemie, Universitaet Konstanz, Konstanz, 

78457, Germany 

Synlett (2004), (6), 1054-1058 
CODEN: SYNLES; ISSN: 0936-5214 
Georg Thieme Verlag 
Journal 
English 
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RX(26) OF 50 COMPOSED OF RX(5), RX(6) 
RX(26) B + T ===> X 




RX(5) RCT B 728878-58-8, T 77-76-9 

RGT V 24057-28-1 Pyridinium tosylate 

PRO U 728878-66-8 

SOL 67-64-1 Me2C0 



CON room temperature 

RCT U 728878-66-8 

STAGE (1) 

RGT Y 10028-15-6 Ozone 

SOL 75-09-2 CH2C12, 67-56-1 MeOH 

STAGE (2) 

RGT Z 75-18-3 Me2S 



EP 



_- 



TI Iii^iim 1 'hi mum II) -catalyzed pinacol cross coupling of 

2 iv^h l^ii^ y,o 1 jihonyls 
ST ill ►-I-' ti ^ lippn cyclic diol; pinacol cross coupling 

ni^-li 1 IF 11 111 ii 1 chromium catalyst 
IT h1_:o1s, iiejiiitioii 

RL: SPN (Synthetic preparation); PREP (Preparation) 

(cyclic; diastereoselective preparation of cyclic diols by 
chroinium(II) -catalyzed pinacol cross coupling of 
2-inethylene-a,ffl-dialdehydes and -ketones 
II Stereoselective synthesis 

(diastereoselective preparation of cyclic diols by chromiuin(II) -catalyzed 
pinacol cross coupling of 
2-methylen6-a,(i)-dialdehydes and -ketones) 
IT Dialdehydes 

RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(diastereoselective preparation of cyclic diols by chromiuiii(II) -catalyzed 
pinacol cross coupling of 
2-inethylene-a,ffl-dialdehydes and -ketones) 
IT Aldehydes, preparation 

RL: RCT (Reactant); SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(oxo; diastereoselective preparation of cyclic diols by 
chromium(II) -catalyzed pinacol cross coupling of 
2-methylene-a,(D-dialdehydes and -ketones) 
IT Coupling reaction 

(pinacol, diastereoselective; diastereoselective preparation of 
cyclic diols by chromium(II) -catalyzed pinacol cross coupling 
of 2-methylene-a,ffl-dialdehydes and -ketones) 
IT Coupling reaction catalvsts 

(pina 1 111 t 1 1 ti 11 I iiti n of cyclic diols by 



chromium (II if A \ iii i 
2-meth 1 I JO iidi 1 i 
IT 10025-7 

PL CAT (r t 1 t I HE 
(diaster 1 ti i i i 
jina ol 1 

2 mpth 1 I J 1 1 I 
IT 111 P 11 1 



upling of 



r of y lie diols by chromium (II) -catalyzed 
ind -ketones) 



/cloh 



pterie 930-68-7, 



y:lol- 



331-S 



/cloo 



RL: RC: Reactant); RACT (Reactan: or reagent 

by chromium (II) -catalyzed 

pinacol cross coupling ot 
2-methvlene-a,ffl-dialdehvdes and -ketones) 

5S4^q-ll-7F [1IOI1-77-1E 14-'^P-1.-1P 14B'1^-17-1P 72P^7^-S4-4P 

i:''!' ~ I 1 ' 1 ^ E 72^^T^iME 12''!' T 12"^"^ T -7P 

RL: RCT (Reactanti; SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 



(diastereoselective preparation of cyclic diols by chromium (II) -catalyzed 

pinacol cross coupling of 

2-methylene-a,ffl-dialdehydes and -ketones) 
728878-59-9P 728878-60-2P 728878-61-3P 728878-62-4P 728878-63-5P 
728878-64-6P 728878-65-7P 728878-70-4P 728878-71-5P 728878-74-8P 
728878-75-9P 728878-76-OP 
RL: SPN (Synthetic preparation); PREP (Preparation) 

(diastereoselective preparation of cyclic diols by chromium (II) -catalyzed 

pinacol cross coupling of 

2-methylene-a,(i)-dialdehydes and -ketones) 
7439-96-5, Manganese, reactions 
RL: RGT (Reagent); RACT (Reactant or reagent) 

(reducing agent; diastereoselective preparation of cyclic diols by 

chromiumdl - itd z^i imr 1 "lo^s coupling of 

2-methylpn- i.,o iil I h 1 nl ketones) 
75-71-4, Tiim-tl 1 il 1 hi _i1p, .p. tions 
RL: P"T Pp i-nf , E\ I P-i tmt i leagent) 

1 I 1 1 t 1 M M ti 'p pippaiation of cyclic diols by 
1 1 n 1 1 1 u"ol cross coupling of 

2-i,iptlijlpn-u,c)-iiiHpli ie; and -i^bn^s 
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RCT C 596796-45-1 

PRO F 596796-46-2 

CAT 76-05-1 F3CC02H 

SOL 64-19-7 AcOH 

CON 1 hour, room temperatur 

NTE pinacol rearrangement 



RX(6) OF 15 COMPOSED OF RX(1), RX(2) 
RX(6) 2A + B ===> F 





RCT A 1139-52-2 

STAGE (1) 

RGT D 594-19-4 t-BuLi 
SOL 60-29-7 Et20 
CON 1 hour, 0 deg C 

STAGE (2) 

RCT B 84-11-7 
SOL 60-29-7 Et20 



PRO C 596796-45-1 

NTE THF as solvent did not yield product at all 

RCT C 596796-45-1 

PRO F 596796-46-2 

CAT 76-05-1 F3CC02H 

SOL 64-19-7 AcOH 

CON 1 hour, room temperature 

NTE pinacol rearrangement 



RX(7) OF 15 COMPOSED OF RX(2), RX(3) 
RX(7) C ===> I 





STEPS I 

> YIELD 8U 



RCT C 596796-45-1 

PRO F 596796-46-2 

CAT 76-05-1 F3CC02H 

SOL 64-19-7 AcOH 

CON 1 hour, room temperature 

NTE pinacol rearrangement 

RCT F 596796-46-2 

RGT J 16853-85-3 LiAlH4 

PRO I 670218-75-4 

SOL 109-99-9 THF 

CON 1.5 hours, reflux 



RX(IO) OF 15 COMPOSED OF RX(1), RX(2), RX(3) 
RX(IO) 2 A + B ===> I 



t-Bu,, /^x,^ ^M-t f j] 


RX(ll) OF 15 COMPOSED OF RX(2), RX(3), RX(5) 




RX(ll) C 


===> L 








1 I 

2 A STEP^ 










v x\ Bu-t 

OH 






Y OH 


Bu-t 


1 


^ t-Bu 




t-Bu Y 


Bu-t 




OH 


STEPS 


t-Bu T Bu-t 


C 




OH 

I 

YIELD 811 






DV / I \ Dr'T A 11^0 O 0 

KAli) KLi A LLiy-Dl-A 




\, /ix/Bu-t 


STAGE (1) 






RGT D 594-19-4 t-BuLi 






SOL 60-29-7 Et20 




Y^^^'^OH 


CON 1 hour, 0 deg C 






STAGE (2) 


t-Bu Y 


t-Bu 
Bu-t 


RCT B 84-11-7 






SOL 60-29-7 Et20 


OH 






L 




NTE THF as solvent did not yield product dt dll 


YIELD 741 




RX(2) RCT C 596796-45-1 






PRO F 596796-46-2 






CAT 76-05-1 F3CC02H 






SOL 64-19-7 AcOH 


RX(2) RCT C 596796-45-1 


CON 1 hour, room temperature 


PRO F 596796-46-2 


NTE pinacol rearrangement 


CAT 76-05-1 F3CC02H 




SOL 64-19-7 AcOH 


RX(3) RCT F 596796-46-2 


CON 1 hour, room temperature 


RGT J 16853-85-3 LiAlH4 


NTE pinacol rearrangement 


PRO I 670218-75-4 






SOL 109-99-9 THF 


RX(3) RCT F 596796-46-2 


CON 1.5 hours, reflux 


RGT J 16853-85-3 LiAlH4 



PRO I 670218-75-4 

SOL 109-99-9 THF 

CON 1.5 hours, reflux 

RX(5) RCT I 670218-75-4 

PRO L 596796-47-3 

CAT 7553-56-2 12 

SOL 64-19-7 AcOH 

CON 1.5 hours, reflux 



RX(12) OF 15 COMPOSED OF RX(1), RX(2), RX(3), RX(5) 
RX(12) 2 A + B ===> L 





RCT B 84-11-7 



PRO C 596796-45-1 

NTE THF as solvent did not yield product at all 

RCT C 596796-45-1 

PRO F 596796-46-2 

CAT 76-05-1 F3CC02H 

SOL 64-19-7 AcOH 

CON 1 hour, room temperature 

NTE pinacol rearrangement 

RCT F 596796-46-2 

RGT J 16853-85-3 LiAlH4 

PRO I 670218-75-4 

SOL 109-99-9 THF 

CON 1.5 hours, reflux 

RCT I 670218-75-4 

PRO L 596796-47-3 

CAT 7553-56-2 12 

SOL 64-19-7 AcOH 

CON 1.5 hours, reflux 



RX(14) OF 15 COMPOSED OF RX(2), RX(3), RX(5), RX(4) 
RX(14) C ===> M 




RX(1) RCT A 1139-52-2 



STAGE (1) 

RGT D 594-19-4 t-BuLi 
SOL 60-29-7 Et20 
CON 1 hour, 0 deg C 





RCT C 596796-45-1 

PRO F 596796-46-2 

CAT 76-05-1 F3CC02H 

SOL 64-19-7 AcOH 

CON 1 hour, room temperatur 

NTE pinacol rearrangement 

RCT F 596796-46-2 

RGT J 16853-85-3 LiAlH4 

PRO I 670218-75-4 

SOL 109-99-9 THF 

CON 1.5 hours, reflux 

RCT I 670218-75-4 

PRO L 596796-47-3 

CAT 7553-56-2 12 

SOL 64-19-7 AcOH 

CON 1,5 hours, reflux 




RCT L 596796-47-3 

RGT N 13746-66-2 K3Fe(CN)6, 0 1310-58-3 K 

PRO M 596796-44-0 

SOL 7732-18-5 Water, 71-43-2 Benzene 

CON 3 days, room temperature 



RCT A 1139-52-2 



RX(15) OF 15 COMPOSED OF RX(1), RX(2), RX(3), RX(5), RX(4) 
RX(15) 2 A + B ===> M 



STAGE (1) 

RGT D 594-19-4 t-BuLi 
SOL 60-29-7 Et20 
CON 1 hour, 0 deg C 



STAGE (2) 

RCT B 84-11-7 
SOL 60-29-7 Et20 



PRO C 596796-45-1 

NTE THF as solvent did not yield product at all 
RCT C 596796-45-1 



PRO F 596796-46-2 

CAT 76-05-1 F3CC02H 

SOL 64-19-7 AcOH 

CON 1 hour, room temperature 

NTE pinacol rearrangement 

RCI F 596796-46-2 

RGT J 16853-85-3 LiAlH4 

PRO I 670218-75-4 

SOL 109-99-9 THF 

CON 1.5 hours, reflux 

RCI I 670218-75-4 

PRO L 596796-47-3 

CAT 7553-56-2 12 

SOL 64-19-7 AcOH 

CON 1.5 hours, reflux 

RCT L ^1 T 4 

RGT N 1 "4 - r " H , 0 1310-58- 

PRO M 596796-44-0 

L IT 2 r ^ jt^i, n 4 -2 Benzene 

N diy , 1 jm t^mj filature 
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Department of Chemistry, National Taiwan University, 
Taipei, 106, Taiwan 

Journal of Molecular Catalysis A: Chemical (2002), 

181(1-2), 189-200 
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RX(4) OF 4 3 K ===> L + M + N 




,0H Me Me 

V 




YIELD 541 YIELD 351 



RX(4) RCT K 53404-49-2 

PRO L 18358-53-7, M 4605-50-9, N 91819-58-8 
SOL 108-88-3 PhMe 

NTE FeMCM-41 used as cat ., alternative cat. shown 
TI Fe-substituted molecular sieves as catalysts in the liquid phase 



AB 



pllla nl 1 



111 jiij^m^ut 



;re catalyzed 

Yi\ .1 II- ill IK ^ tit ^i^it [oious structures, including 

All 4-S Z U-^ nt mi 1 .[ <i- 11.1 II n-41 nt uioies 
Ironillli-substituted in the tramework of the mol. sieves was found to be 
the active center for the pinacol rearrangement. The catalytic 
activity was found to have no correlation with the acidity. Ten vicinal 
diol reactants with various alkyl or aryl substitution were examined The 
results showed that A1P04-5 mol. sieve containing 0.5-21 Fe was the most 
active in catalyzing the pinacol rearrangement of 
2,3-dimethyl-2,3-butanediol. On the other hand, Fe-substituted MCM-41 
with relatively large pores was most active in catalyzing the 
rearrangement of large mols. such as 2,3-pinanediol and 
2,3-diphenyl-l,2-ethanediol. All these mol. sieves were not catalytically 
active in the rearrangement of the vicinal diol compds. of high polarity. 
This was attributed to the fact that polar mols. would cover the catalyst 
surfaces and deactivate the catalysts. The migrating preference of the 
substitution groups was dependent on the catalysts and was different from 
that observed on acid-catalyzed reactions, 
pinacol rearrangement iron mol sieve 
Aluminophosphate zeolites 
RL: CAT (Catalyst use); USES (Uses) 

(APO 5, APO-5; iron-substituted mol. sieves as catalysts in liquid phase 

pinacol rearrangement) 
Molecular sieves 

(iron-substituted mol. sieves as catalysts in liquid phase 

pinacol rearrangement) 
Zeolite MCM-41 
Zeolite ZSM-5 

RL; CAT (Catalyst use); USES (Uses) 

(iron-substituted mol. sieves as catalysts in liquid phase 

pinacol rearrangement) 



talys 



(pmacol; iron-su;:>s:i:u:ed mol. sieves as catalysts in liquid 

phas"? [ir.aco. rearrangement) 
74 1- )-< , '1 II, I - 1784-^0-7 
RL I I' 3ti„ t u ^1, USES iU=e.) 

(ixdii- ub titut^d mill -iJ ►J 3 "itil t in li |uiil [hise 

pinacol rearrangement i 
76-09-5, Pinacul l-^'-l, - Im 1-1, 2--th.,i- li d 412-70-6, 
l,2-Diphenyl-l,2-ethanediol 5J4U4-49-2, 2, j-Pinanediol 
RL: RCT (Reactant); RACT (Reactant or reagent) 



(iron-substituted mol. sieves as catalysts in liquid phase 
pinacol rearrangement) 
IT 75-97-8P, Pinacolone 122-78-lP, Phenylacetaldehyde 451-40-lP, Benzyl 
phenyl ketone 947-91-lP, Diphenylacetaldehyde 4605-50-9P 18358-53-7P 

91819-58-8P 

RL: SPN (Synthetic preparation); PREP (Preparation) 

(iron-substituted mol. sieves as catalysts in liquid phase 

pinjcol reariancen'.ent ] 
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(11) AL 

— > YIELD 88% 



RX(ll) RCT U 437654-90-5 

RGT S 67-68-5 DMSO, R 79-37-8 (C0C1)2, T 121-44-8 Et3N 

PRO AL 437655-03-3 

SOL 75-09-2 CH2C12 

NTE Swern oxidn. 





(12) AM 

— > YIELD 791 



RX(12) RCT AT 437654-96-1 

RGT S 67-68-5 DMSO, R 79-37-8 (C0C1)2, T 121-44-8 Et3N 

PRO AM 437655-05-5 

SOL 75-09-2 CH2C12 



RX(13) OF 114 ...V ===> AN 





(13) AN 

— > YIELD m 



RX(13) RCT V 437654-92-7 

RGT S 67-68-5 DMSO, R 79-37-8 (C0C1)2, T 121-44-8 Et3N 

PRO AN 437655-07-7 

SOL 75-09-2 CH2C12 



RX(14) OF 114 ...AK ===> AO 



RX(12) OF 114 ...AT ===> AM 





(14) AO 
> YIELD 8 



RX(14) RCT AK 437654-99-4 

RGT S 67-be-5 CMSO, R 79-37-8 (C0C1)2, T 121-44-8 EtBN 

PRO AO 437655-09-9 

SOL 75-09-2 CH2C12 





(15) AP 

— > YIELD 901 



RCT U 437654-90-5 

RGT AB 104-15-4 IsOH 

PRO AP 437655-11-3 

SOL 109-99-9 THF 



RX(36) OF 114 COMPOSED OF RX(15), RX(16) 
RX(36) U + AQ ===> AR 



HO Y H 




RX(15) RCT U 437654-90-5 

RGT AB 104-15-4 TsOH 

PRO AP 437655-11-3 

SOL 109-99-9 THF 

RX(16) RCT AP 437655-11-3, AQ 106-95-6 

RGT AS 40949-94-8 K [N(SiMe3)2] 

PRO AR 437655-13-5 

SOL 109-99-9 THF 



RX(78) OF 114 COMPOSED OF RX(15), RX(16), RX(17) 
RX(78) U + AQ ===> AT 




STEPS 




RCT U 437654-90-5 

RGT AB 104-15-4 TsOH 

PRO AP 437655-11-3 

SOL 109-99-9 THF 

RCT AP 437655-11-3, AQ 106-95-6 

RGT AS 40949-94-8 K [N(SiMe3)2] 

PRO AR 437655-13-5 

SOL 109-99-9 THF 

RCT AR 437655-13-5 

STAGE (1) 

RGT C 20816-12-0 0:304, D 7529-22-8 Me-morpholmeoxi 
SOL 75-65-0 t-BuOH, 109-99-9 THF, 7732-18-5 Water 

STAGE (2) 

RGT AU 7790-28-5 NaI04 

SOL 109-99-9 THF, 7732-18-5 Water 

PRO AT 437655-15-7 



RX(81) OF 114 COMPOSED OF RX(15), RX(16), RX(17), RX(18) 
RX(81) U + AQ ===> AV 




STEPS 

AQ 




RCT U 437654-90-5 

RGT AB 104-15-4 TsOH 

PRO AP 437655-11-3 

SOL 109-99-9 THF 

RCT AP 437655-11-3, AQ 106-95-6 

RGT AS 40949-94-8 K [N(SiMe3)2] 

PRO AR 437655-13-5 

SOL 109-99-9 THF 

RCT AR 437655-13-5 

STAGE (1) 

RGT C 20816-12-0 Os04, D 7529-22-8 Me-morpholineoxide 
SOL 75-65-0 t-BuOH, 109-99-9 THF, 7732-18-5 Water 

STAGE (2) 

RGT AU 7790-28-5 NaI04 

SOL 109-99-9 THF, 7732-18-5 Water 

PRO AT 437655-15-7 



RCT AT 437655-15-7 
RGT AW 1310-58-3 KOH 



PRO AV 68270-44-0 
SOL 67-56-1 MeOH 
NTE stereoselective 



RX(llO) OF 114 COMPOSED OF RX(15), RX(16), RX(17), RX(18), RX(19) 
RX(llO) U + AQ ===> AX 




STEPS 




RX(15) RCI U 437654-90-5 

RGI AB 104-15-4 IsOH 

PRO AP 437655-11-3 

SOL 109-99-9 THE 

RX(16) RCT AP 437655-11-3, AQ 106-95-6 

RGT AS 40949-94-8 K [N(SiMe3)2] 

PRO AR 437655-13-5 

SOL 109-99-9 THF 

RX(17) RCI AR 437655-13-5 

STAGE (1) 

RGT C 20816-12-0 Os04, D 7529-22-8 Me-morpholineoxide 
SOL 75-65-0 t-BuOH, 109-99-9 THF, 7732-18-5 Water 

STAGE(2) 

RGT AU 7790-28-5 NaI04 



SOL 109-99-9 THF, 7732-18-5 Water 

PRO AT 437655-15-7 

RX(18) RCT AT 437655-15-7 

RGT AW 1310-58-3 KOH 

PRO AV 68270-44-0 

SOL 67-56-1 MeOH 

NTE stereoselective 



RX(19 



RCT AV 6 

RGT AY 

PRO AX 5 

SOL llU- 

1"^ Hi 1 II 1- 



44 



-1 Fyi 



__ _ 



svnt.-ipsized from zamoranic 
1-1 1 i tiitiii^ iif ml in 111 pil lit 1 i ^1 _t 1 total control of 
the stereochem. The key step was a SinI2 promoted pinacol 
cyclization. 

ST hibaenone synthesis zamoranic acid; pinacol cyclization samarium 

diiodide 
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RX(9) RCT X 433336-17-5 
PRO AA 433336-18-6 
NTE stereoselective, swern oxidn. 



RX(20) OF 166 ...AV 





RX(20) RCT AV 433336-28-8 
PRO AW 433336-30-2 
NTE stereoselective, swern oxidn. 
AB A new route to 24-nortriterpene derivs. with 

2-hydroxy-Al,4-cyclohexadien-3-one A-rings, e.g. I, trom triterpene 
precursors has been demonstrated beginning with betulin to prepare derivs. 
of betulinic acid. The key '^f^i i tl tui tormation are a Suarez 
cleavage of the A-ring with d "ul ^ii^it nl mt-diated pinacol 
-type coupling to reclose the A ii j t 11 ii j ipmoval of the C-24 carbon 
by oxidative cleavage. Target mi u I i i m 1p1 were submitted to NCI 
for anticancer screening. 
ST nortriterpene betulinic acid deriv asym synthesis oxidative cleavage 
reaction; Suarez bond cleavage nortriterpene betulinic acid deriv asym 
synthesis; pinacol type coupling nortriterpene betulinic acid 
deriv asym synthesis; anticancer agent nortriterpene betulinic acid deriv 
IT Coupling reaction 

(pinacol-type; preparation of a 24-nor-l,4-dien-3-one triterpene 
derivative via) 



=> file casreact 
COST IN U.S. DOLLARS 

FULL ESTIMATED COST 

jISCjUNT AHOUNiS (FOR QUALIFYING ACCOUNTS) 

CA SUBSCRIBER PRICE 



SINCE FILE TOTAL 

ENTRY SESSION 

206.40 207.10 

SINCE FILE TOTAL 

ENTRY SESSION 

-5.46 -5.46 



FILE TA PEA T ElIIEPEI AT 11 ^ 111 Tim "0l)9 
n E I iiB E T T THE lEP I ip n IlER A PEEIIEIIT 

copyrich: ,c :oc9 m;ericak chemical society (Acsi 

1 iijlt t tl iiti 1 t li t 1^ il II thi 1 t bd e refer is 
held by the publishers listed in the PUBLISHER (PB) tield (available 
for records published or updated in Chemical Abstracts after December 
26, 1996), unless otherwise indicated in the original publications. 

FILE CONTENT:1840 - 14 Jun 2009 VOL 150 ISS 25 

New CAS Information Use Policies, enter HELP USAGETERMS for details. 



CASREACT now has more than 16.5 million reactions 



CASREACT contains reactions from CAS and from; ZIC/VINITI database 
UH-IW 11 iHh lit l^m, IllEI data prior to 1986; 
Bi tiji t imi^i 1 ^ltll 1 ^ miil^l under the direction of 
El f^ 1 [ t ji t li 1 , ijjiic reactions, portions copyright 
m 2 T 1 , I , Ltl , Tohn Wiley and Sons, Inc., 

ij II P J t I , II 1 ijiiir Syntheses Inc. Reproduced under 
li ^i ^ All Rijht Pe.Pi/ed. 

This file contains CAS Registry Numbers for easy and accurate substance 

identification. 



Iploadmg C;\Program Fil^ Tl jii i 




22 23 24 25 



chain nodes ; 
7 17 21 
ring nodes : 

1 2 3 4 5 6 8 11 12 13 14 15 16 18 19 
chain bonds : 
1-7 6-21 11-17 
ring bonds : 

1-2 1-6 2-3 3-4 4-5 5-6 5-18 6-8 8-20 11-12 11-16 12-13 13-14 14-15 
15-16 15-22 16-25 18-19 19-20 22-23 23-24 24-25 
exact/norm bonds : 

1-2 1-6 1-7 2-3 4-5 5-6 5-18 6-8 6-21 8-20 11-16 11-17 12-13 13-14 
14-15 15-16 15-22 16-25 18-19 19-20 22-23 23-24 24-25 

exact bonds : 
3-4 11-12 



Match level : 

l:Atom 2;A-om 3:Atom 4:Atom 5:Atom 6;Atoin 7:CLASS 8:CLASS ll:Atom 12:Atom 
13:Atom 14:Atom 15:Atom 16:Atom 17:CLASS 18:Atom 19:Atom 20:Atom 21:CLASS 

22: Atom 23: Atom 

24: Atom 25: Atom 

fragments assigned product role: 

containing 11 

fragments assigned reactant /reagent role: 
containing 1 



STRUCTURE UPLOADED 



L5 HAS NO ANSWERS 




Structure attributes must be viewed using STN Express query preparation. 
=> s 15 sss full 

FULL SEARCH INITIATED 11:52:59 FILE 'CASREACT' 

SCREENING COMPLETE - 119389 REACTIONS TO VERIFY FROM 6513 DOCUMENTS 

100.0% DONE 119389 VERIFIED 163 HIT RXNS 49 DOCS 

SEARCH TIME: 00.00.07 

L6 49 SEA SSS FUL L5 ( 163 REACTIONS) 

=> s 16 and pinacol 

1580 PINACOL 
154 PINACOLS 
1613 PINACOL 

(PINACOL OR PINACOLS) 
L7 3 L6 AND PINACOL 

=> s 17 not 15 

L7 MAY NOT BE USED HERE 

The L-number entered was not created by a STRUCTURE or SCREEN command. 

=> s 16 not 15 

L6 MAY NOT BE USED HERE 

The L-number entered was not created by a STRUCTURE or SCREEN command. 
=> d 17 1-3 ibib hit 
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n-Pr 0^ 



(i-Pr)3Si\ 




STAGE (1) 

RGT AP 67-68-5 DMSO, AQ 79-37-8 (C0C1)2 

SOL 75-09-2 CH2C12 

CON 10 minutes, -78 deg C 

STAGE (2) 

RCT EC 871268-88-1 
SOL 75-09-2 CH2C12 
CON 1 hour, -78 deg C 

STAGE (3) 

RGT P 121-44-8 Et3N 

CON -78 deg C -> room temperature 

?R0 A 871268-39-2 

5TE yield over two stages is 591, Swern oxidation 



RX(36) OF 300 COMPOSED OF RX(14), RX(1) 
RX(36) 2 BC ===> B + C 




(i-Pr)3Si\ ,. 





SIAGEdi 

RGT AP 67-68-5 DMSO, AQ 79-37-8 (C0C1)2 

SOL 75-09-2 CH2C12 

CON 10 minutes, -78 deg C 

STAGE (2) 

RCT BC 871268-88-1 
SOL 75-09-2 CH2C12 
CON 1 hour, -78 deg C 

STAGE (3) 

RGT P 121-44-8 Et3N 

CON -78 deg C -> room temperature 

PRO A 871268-89-2 



NTE yield over two stages is 591, Swern oxidation 

RX(1) RCT A 871268-69-2 

STAGE (1) 

RGI D 5707-04-0 PhSeCl 

CAT 7647-01-0 HCl 

SOL 141-78-6 AcOEt 

CON 6 hours, room temperature 

STAGE(2) 

RGT E 7732-18-5 Water 
CON room temperature 

STAGE (3) 

RGT F 110-86-1 Pyridine, G 7722-84-1 H202 
SOL 7732-18-5 Water, 75-09-2 CH2C12 
CON 10 minutes, room temperature 

PRO B 871268-70-1, C 871268-90-5 

NTE yield over 16 steps from the benzhydryldiir.ethylsilvl s'.:bstituted 
allene is 2\ 

ST asym synthesis AB subunit angelmicin formal three component coupling; THE 
prepn stereoselective annulation allylsilane aldehyde intramol aldol 
pinacol 

IT Coupling reaction 

(pinacol; synthesis of the A-B subunit of angelmicin B via) 
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RCT M 314270-76-3 
STAGE (1) 

RGT S 79-37-8 (C0C1)2, T 67-68-5 DMSO 
SOL 75-09-2 CH2C12 

STAGE (2) 

RGT U 121-44-8 Et3N 

PRO R 314270-77-4 
NTE STEREOSELECTIVE 



RX(12) OF 36 COMPOSED OF RX(4), RX(5) 
RX(12) M ===> V 




STEPS 




RCT M 314270-76-3 
STAGE(l) 

RGT S 79-37-8 (C0C1)2, T 67-68-5 DMSO 
SOL 75-09-2 CH2C12 

STAGE (2) 

RGT U 121-44-8 Et3N 

PRO R 314270-77-4 
NTE STEREOSELECTIVE 

RCT R 314270-77-4 

RGT W 7664-93-9 H2S04 

PRO V 314270-83-2 

SOL 7732-18-5 Water, 123-91-1 Dioxane 

NTE STEREOSELECTIVE 



RX(21) OF 36 COMPOSED OF RX(4), RX(5), RX(8) 
RX(21) M + AG ===> Z 





RX(4) RCT M 314270-76-3 
STAGE (1) 

RGT S 79-37-8 (C0C1)2, T 67-68-5 DMSO 
SOL 75-09-2 CH2C12 

STAGE (2) 

RGT U 121-44-8 Et3N 

PRO R 314270-77-4 
NTE STEREOSELECTIVE 

RX(5) RCT R 314270-77-4 

RGT W 7664-93-9 H2S04 

PRO V 314270-83-2 

SOL 7732-18-5 Water, 123-91-1 Dioxane 



NTE STEREOSELECTIVE 
RCT V 314270-83-2, AG 124-83-0 
STAGE (1) 

RGT AH 1122-58-3 4-DMAP, K 110-86-1 Pyridine 
SOL 75-09-2 CH2C12 

STAGE (2) 

RGT AC 1333-74-0 H2 

CAT 7440-05-3 Pd 

SOL 141-78-6 AcOEt, 67-56-1 MeOH 



STAGE(3) 

RGT AI 100-39-0 P 
SOL 68-12-2 DMF 



, AJ 534-17-8 Cs2C03 



complished. The 



PR) Z 1 1 

m 

AB The f ir t t t 1 I tl 1 i i 
crucial 

3-(pheri 1 ult i 1 iltl 1 I m ke up the linear BCD 

tricycl , and (2) the ufum 1 jii 1 u} lii j d1 a keto 
aldehyde to the full tetracyclic framework. 

ST aquayamvcin total synthesis Hauser reaction pinacol cyclization 

IT Cyclization 

(pinacol; first total synthesis of aquayamycin) 
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2) RCT B 134004-76-5 

RGT J 2526-64-9 Ph3PC12 
PRO I 127343-16-2 

S\ 141 1 A Et 
A no el ,itl t t IT 1 I 
L 79, 3 iti till 
dihydnx 1 ti i i i ti i i 1 i 1 jll 
pinacol-type rearrangement to give ket 
Multinuclear NMR expts. were used to gain - 



m 1 it d, 



1 understanding of the 
Ilia 1 t^i Tl^ 1 ut^ 1 u ^d f 1 multikil jidm iiepardtion of I (R 
= P - El \i 11 11 I 1 11 ^nt L^iJis acid-catalyzed 
1^1 1 1 It 1 1 1 1 1 1 t 1 .^tinic substrates II (X = bond, H2) 
underwent intramol. hydrosilylation reaction. 



=> FIL STNGUIDE 
COST IN U.S. DOLLARS 

FULL ESTIMATED COST 



SINCE FILE TOTAL 
ENTRY SESSION 
147.71 354.81 



DISCOUNT AMOUNTS (FOR QUALIFYING ACCOUNTS) SINCE FILE TOTAL 

ENTRY SESSION 

CA SUBSCRIBER PRICE -1.56 -7.02 



FILE 'STNGUIDE' ENTERED AT 11:55:44 ON 21 JUN 2009 
USE IS SUBJECT TO THE TERMS OF YOUR CUSTOMER AGREEMENT 
COPYRIGHT (C) 2009 AMERICAN CHEMICAL SOCIETY (ACS) 



FILE CONTAINS CURRENT INFORMATION. 

LAST RELOADED: Jun 19, 2009 (20090619/UP) . 



=> log 

ALL Lt QUERIES AND ANSWER SETS ARE DELETED AT LOGOFF 
LOGOFF? (Y)/N/HOLD:y 

(FILE 'HOME' ENTERED AT 11:44:04 ON 21 JUN 2009) 

FILE 'REGISTRY' ENTERED AT 11:44:15 ON 21 JUN 2009 
LI STRUCTURE UPLOADED 

D 



FILE 'CASREACT' ENTERED AT 11:44:39 ON 21 JUN 2009 
L2 3 SEA FILE=CASREACT SSS SAM LI ( 13 REACTIONS) 

L3 317 SEA FILE=CASREACT SSS FUL LI ( 1474 REACTIONS) 

L4 11 SEA FILE=CASREACT SPE=ON ABB=ON PLU=ON L3 AND PINACOL 

D 1-11 IBIB HIT 



FILE 'CASREACT' ENTERED AT 11:52:31 ON 21 JUN 2009 
L5 STRUCTURE UPLOADED 

D 

L6 49 SEA FILE=CASREACT SSS FUL L5 ( 163 REACTIONS) 

L7 3 SEA FILE=CASREACT SPE=ON ABB=ON PLU=ON L6 AND PINACOL 

D L7 1-3 IBIB HIT 



FILE 'STNGUIDE' ENTERED AT 11:55:44 ON 21 JUN 2009 

COST IN U.S. DOLLARS SINCE FILE TOTAL 

ENTRY SESSION 

FULL ESTIMATED COST 1.19 356.00 

CIS^CUN: AMjU"TS (FOR qualifying accounts) SINCE FILE TOTAL 

ENTRY SESSION 

CA SUBSCRIBER PRICE 0.00 -7.02 



STN INTERNATIONAL LOGOFF AT 12:05:52 ON 21 JUN 2009 



